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I.  INTRODUCTION 

The  fundamental  importance  of  the  iron-carbon  thermal  equi- 
librium diagram  in  the  scientific  metallurgy  of  iron  and  steel  and 
its  utility  to  practical  workers  have  long  been  realized,  and  accord- 
ingly this  subject  has  received  attention  from  many  points  of  view 
and  from  many  investigators  during  the  past  two  decades. 

In  view  of  this  fact,  it  might  seem  superfluous  to  add  to  the 
existing  literature  except  for  the  following  considerations:  Earlier 
workers  have  for  the  most  part  confined  their  attention  to  special 
portions  of  the  diagram  or  to  disputed  questions  of  theory.  Their 
thermal  studies  have  not  been  carried  out  with  the  degree  of 
accuracy  now  attainable.  They  have  practically  without  ex- 
ception employed  commercial  materials  of  varying  degrees  of 
ptuity.  In  two  papers  published  in  191 3  *  Prof.  H.  M.  Howe,  as 
a  result  of  a  thorough  examination  of  the  literature,  has  fixed  the 
most  probable  position  of  the  equilibritmi  lines.  His  net  con- 
clusions are  that  **  this  calculated  line  is  not  entitled  to  great  weight 
because  of  the  weakness  of  the  evidence,"  and  that  "  much  better 
data  are  needed,  reached  with  pure  materials  and  with  the  many 
causes  of  error  reduced  to  a  minimum.''  In  Table  i,  compiled 
from  Prof.  Howe's  papers,  are  given  analyses  of  the  materials 
used  in  some  of  the  more  important  recent  investigations.  A 
glance  at  the  table  will  show  the  justice  of  the  conclusions  quoted 
above.  The  analyses  are  incomplete  even  for  the  impurities  ordi- 
narily determined,  and  entirely  ignore  the  possible  presence  of 
other  impurities,  such  as  Cu  and  Ni;  but  so  far  as  they  go,  they 
indicate  a  very  appreciable  degree  of  contamination  by  S,  Si,  Mn, 
elements  which  we  know  exert  a  marked  effect  on  the  critical 
ranges.  It  may  be  said  that  the  iron-carbon  diagram  has  never 
been  worked  out  with  pure  iron-carbon  alloys.  The  present  paper 
describes  the  preparation  of  a  series  of  high  degree  of  purity,  to 
be  used  as  the  basis  of  a  more  accurate  study  of  the  equilibrixmi 
diagram  than  has  heretofore  been  attempted. 


Digitized  by 


Google 


Cam,  Sckramm,! 
CUaves  J 


Pure  Iron  and  Iron-Carbon  Alloys 
TABLE  1 


Composition  of  Iron-Carbon  AUayn  Used  by  Various  Inyosdgators  in  Determinations 

of  Critical  Points 


No. 

AoOurtty 

Date 

Cotnpoeition  of  apeclnena 

C 

Si 

Bin 

P- 

S 

Carpenter  and  Keeling  a.  -  - . .  ^ 

1904 

Percent 
0.38 
1.85 
3.98 
4.50 
2.63 
2.85 
2.85 
.39 
.95 
1.14 

Percent 

0.06 
.09 

Percent 
Trace. 

Percent 
0.03 

PercMtt 

0.01 

do 

...  do 

do 

.12 

do :. 

SA 

do  

do 

Trace? 
.03 
.06 
.40 

Heyn  ^. 

1904 

.04 
.04 
.09 

do 

10 

Rosenhain  e(onBray8liaw'88teelA2) 
do 

1910 

.014 

.018 

11 

1908 
1903 

1.00 
.64 
.64 
.93 
.93 
1.50 
1.15 
1.16 
1.14 
.23 
.92 
.027 
.105 
.214 
.227 
.235 
.244 
.382 
.40 
.563 
.59 
.73 
.92 

.25 

12 

nitamv  and  Orenet  < 

13 

do 

14 

do 

15 

do 

16 

do 

17 

Bravahaw  f  No.  W4 

1910 
1910 

.21 

.10 

.09 

.039 

.14 

.31 

.37 

.40 

.05 

.123 

.26 

.24 

.05 

.05 

.05 

NO. 

.22 

.16 

.15 

.17 

.07 

.123 

.011± 

.014 

.014 

.013 

.009 

.005 

.015 

.013 

.013 

.013 

Nil. 

.012± 
.023 

18 

Brayabaw  No.  W2 

19 

Brayshaw  No.  A2 — .... 

.018 

20 

I^ovy  0  

1913 
1912 
1913 

.010 

21 

Lovy 

.011 

22 

Howe  and  Levy  * . .  - .         

.024 

23 

..  do  

.013 

.039 

.039 

.039 

.050 

.027 

.103 

.18 

.144 

.141 

.14 

.028 

24 

do 

.010 

25 

do 

.010 

26 

do 

.010 

27 

...  do 

.007 

28 

do 

do 

.004 

29 

.014 
.013 
.018 
.012 
.009 

.012 

30 

do...'. 

.013 

31 

do 

.013 

32 

do 

.019 

33 

do 

.011 

a  Carpenter  and  Keeling,  Jonmal  Iron  and  Steel  Inst.,  66,  p.  244;  1904,  No.  z;  Collected  Rcoeardica  o( 
the  Nat'l  Phys.  Lab.,  1*  p.  mj  • 
fr  Heyn,  Verh.  des  Vereins  zur  BefSrderung  dea  Oewert^flcisses,  p.  371;  1904. 
«  Rosenhain,  Proc  Inst.  Mecli.  Bngrs.,  p.  688;  19x0,  ports  z  and  a. 
d  Benedicts,  Jour.  Iron  and  Steel  Inst.,  77*  p.  az8;  Z908,  No.  a. 

«  Charpy  and  Orenet,  Bulletin  See.  d'Bnoouragcment  pour  Tlndustrie  Nationale,  p.  480;  Z903,  No.  z. 
/  Brayshaw,  Proc.  Inst.  Mech.  Bngrs..  pp.  535,  537, 656, 670;  z9zo,  parts  z  and  a. 
9  Howe,  Bull.  Amcr.  Inst.  Min.  Bngrs.,  p.  zo68;  Z9Z3.  No.  z. 
A  Howe  and  Levy,  Bull.  Amer.  Inst.  Min.  Bngrs.,  p.  Z076;  19x3,  No.  i. 
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For  the  production  of  pure  iron  on  a  fairly  large  scale,  the  elec- 
trolytic refining  method  was  obviously  most  suitable  and  was  there- 
fore adopted  in  this  work.  Pure  carbon  was  made  by  calcining 
in  a  Dixon  graphite  crucible  the  pure  sugar  used  as  stock  for  Btu-eau 
of  Standards  analyzed  sample  No.  17.  The  latter  contains,  as  the 
only  impurity  of  importance  for  present  purposes,  0.003  per  cent 
ash,  and  the  carbon  obtained  from  it  has  an  ash  content  of  0.17 
per  cent. 

IL  MAKING  THE  ELECTROLYTIC  IRON 

The  electrolytic  method,  using  soluble  anodes,  has  been  fre- 
quently employed  in  similar  investigations*  and  its  essentials 
are  well  known,  so  that  we  give  details  only  for  the  sake  of  com- 
pleteness and  because,  in  one  respect,  our. method  deviates  from 
that  usually  followed,  namely,  in  the  use  of  porous  anode  compart- 
ments. The  first  iron  was  made  on  a  small  scale.  The  essential 
details  of  the  bath  are  as  follows:  Two  cylindrical  anodes  of  ingot 
iron  •  about  2  inches  in  diameter  by  5  inches  long,  contained  in 
porous  clay  cups ;  three  cathodes  of  sheet  iron,  each  4  inches  square ; 
electrolyte,  25  to  30  per  cent  FeCl,  solution  (made  by  dissolving 
the  ingot  iron  in  chemically  pure  hydrochloric  acid),  prepared  as 
nearly  neutral  as  possible;  ciurent  density  about  0.5  to  0.7  ampere 
per  square  decimeter;  temperature  during  electrolysis  approxi- 
mately that  of  the  room.  No  attempt  was  made  to  determine  the 
yield  or  to  secure  high  current  efficiency.  Good  adherent  deposits 
were  obtained,  the  greatest  thickness  being  about  0.5  cm.  Owing 
to  the  imfavorable  ciurent  distribution  when  working  with  anodes 
and  cathodes  of  such  imequal  sizes,  the  thickness  of  deposit  was 
not  uniform  all  over  the  plates.  Qualitative  tests  of  the 'sludge 
from  the  anode  cells  showed  that  there  was  an  accumulation  of 
manganese  and  copper  derived  from  anodic  impurities.  The 
porous  cups  therefore  seemed  to  be  of  service  in  preventing  anode 
impurities  from  migrating  to  the  cathodes,  and  they  were  accord- 
ingly used  in  one  of  the  larger  baths  to  be  described  later.     In 
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quality.  It  was  fotind  that  there  was  much  oxidation  of  the  sur- 
face layers  of  electrol)rte  as  the  electrolysis  went  on,  resulting  in 
the  production  of  basic  salts  of  iron,  which  floated  in  the  bath  and 
which  migrated  to  some  extent  to  the  cathodes.  With  the  inten- 
tion of  avoiding  or  minimizing  this  oxidation,  the  small  bath  was 
provided  with  a  hydraulically  sealed  cover  having  windows  for 
observation  and  conduits  for  the  current  leads.  The  air  in  the 
space  over  the  electrol)rte  was  displaced  with  purified  carbon 
dioxide  and  the  electrolysis  conducted  as  before.  This  method 
led  to  no  marked  improvement  and  it  was  abandoned,  especially 
as  there  seemed  to  be  a  tendency  toward  higher  percentages  of 
carbon  in  the  cathodic  deposits.  Although  the  greater  part  of 
the  sediment  settled  to  the  bottom,  the  bath  was  never  quite  free 
from  turbidity  caused  by  these  basic  salts,  and  there  is  no  doubt  that 
the  deposits  were  contaminated  by  them  in  slight  degree.  This 
was  of  no  consequence,  inasmuch  as  these  imptuities  were  either 
volatilized  or  were  reduced  to  iron  in  subsequent  melting  opera- 
tions. The  analysis  of  the  iron  stripped  from  cathodes  of  the  small 
electroljrtic  bath  is  given  in  Table  2.    About  2  or  3  kg  was  made 

in  this  bath. 

TABLE  2 


Axialyfles  of  Electrolytic  Iron  from  Various  Sources 

Sance 

c 

8 

P 

ICn 

81 

Cn 

Nland 
Ce 

Total 
Imparity 

AnalTiii 

!•,» 

2*,» 

3**,* 

4< 

Percent 
0.004 
.004 
.004 
.004 
.003 
.006 
.008 
.009 

Pwc«iit 
0.002 

.003 

.006 

.004 

.002 
Trace 

.004 

.003 

Pwcoit 
Trace 
Trace 
Trace 
Trace 
0.005 
.002 
Trace 
Trace 

Percent 
Trace 
Trace 
Trace 
Trace 
0.009 
.009 
Trace 
Trace 

Percent 
0.003 

.006 

.006 

.005 

.005 

.014 

.006 

.006 

Percent 
0.006 
Trace 

.006 

.008 

Percent 
0.011 

.011 

.011 

.011 

Percent 
0.026 

.024 

.035 

.033 

.084 

.033 

.029 

.024 

B.8. 
B.8. 
B.8. 
B.8. 

5/ 

Mflller 

5f 

Stead 

7» 

.011 
.006 

B.  S. 

81 

B.  8. 

«  B.  S.  (with  porous  cupe). 

fr  Bureau  of  Standards  analysis  ol  anodes  from  whidi  this  iron  was  made:  C,  0.013  per  cent;  S,o.o>oper 
cent;  P,  0.003  pcr  cent;  Mn,  0.0*5  pcr  cent;  Si,  0.003  Vtt  cent;  Cu.  0.034  pcr  cent;  and  Ni+Co,  o.oaz  per 
cent.    (Cf.  Burgess  and  Crowe,  this  Bulletin,  10,  p.  343;  29x4. 

*  B.  S.  (with  porous  cups). 

'  B.  S.  (without  porous  cups). 

«  B.  S.  (from  small  tank). 

/  A.  Milller,  MetaUurgie,  6^  p.  zsa;  1909. 

#  H.  C.  H.  Carpenter. 

^  I«ancbein-Pfanhauser. 
<  C  F.  Burgess. 
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The  large  electrolytic  bath  is  shown  in  Fig.  i.  The  anode  cups 
were  molded  from  a  mixture  of  equal  parts  by  volume  of 
altmdum  cement  and  of  clean  white  Ottawa  sand;  after  careful 
drying  in  an  oven  the  cups  were  burned  at  a  temperatiure  of  looo^ 
to  I  ICO®  and  were  then  found  to  have  a  satisfactory  degree  of 
porosity.  The  current  density  during  electrolysis  varied  from 
0.3  to  0.4  amperes  per  square  decimeter.  The  electrolyte  con- 
tained 23.3  per  cent  FeCl,  (made  from  the  ingot  iron  previously 


Fig.  I. — Tank  for  preparing  electrolytic  iron 

described)  and  10.3  per  cent  NaCl,  and  was  nearly  neutral. 
Analyses  of  electrolyte  from  the  anode  and  cathode  compart- 
ments made  after  a  week's  run  were  as  follows: 


Anod« 

oomptft- 

mflok 

CaChode 

oomptrt- 

mant 

Pw  cent  Iron,  mifinal r         . r . 

9.52 
a82 

7.88 

Pot  Cflnt  Iroo  •!!•?  onA  W6ftk't  run 

7.53 
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tics  of  these  were  about  the  same  as  of  those  made  in  the  smaller 
bath.  They  were  very  hard  and  brittle  in  consequence  of  contami- 
nation by  hydrogen.  On  removal  from  the  bath  and  after 
washing  with  distilled  water  they  corroded  rapidly  in  the  air. 
No  account  was  taken  of  this  stuface  oxidation,  inasmuch  as  the 
iron  was  to  be  used  for  making  iron-carbon  alloys  in  such  a  way 
that  the  oxidized  compounds  of  iron  would  be  reduced  to  metal 
Bnd  the  hydrogen  expelled.  About  12  to  15  kg  of  iron  was  made 
for  use  in  preparing  the  alloys.  In  Table  2  are  given  analyses 
of  this  iron  made  with  and  without  the  use  of  porous  anode  com- 
partments, and  for  comparison  analyses  of  electrolytic  iron  from 
other  soiurces. 

m.  MELTING  THE  ELECTROLTTIC  IRON 

The  next  step  for  the  further  utilization  of  the  electro-deposited 
iron  is  to  melt  it  into  ingots.  As  already  stated,  the  material 
as  taken  from  the  bath  is  brittle  and  is  contaminated  with  occluded 
chlorides  from  the  electrolyte,  with  hydrogen,  and  with  oxidized 
compounds  of  iron.  Annealing  at  600^  to  800^  sufl&ces  to  remove 
most  of  the  hydrogen  and  some  of  the  chlorides;  this  renders  the 
iron  more  malleable  and  resistant  to  corrosion,  but  to  attain  a 
still  higher  d^free  of  purity  and  to  simplify  subsequent  operations 
the  iron  must  be  fused,  preferably  in  a  reducing  atmosphere,  and 
held  in  a  state  of  fusion  for  some  minutes.  Owing  to  the  high 
melting  point  of  iron  (1530°),  to  its  strong  tendency  to  combine 
with  or  to  be  contaminated  by  substances  likely  to  be  present  as 
vapors  in  electrically  heated  furnaces  (Si,  S,  C,  Pt,  and  the  like) , 
or  as  gases  in  the  products  of  combustion  of  a  fuel-fired  furnace 
(CO,  SO3,  SOj,  COj,  H,0),  and  especially  because  of  the  corrosive 
action  on  crucibles  of  molten  oxides  of  iron,  with  resulting  possible 
contamination  of  the  melt  by  slags,  etc.,  it  is  evident  that  great 
care  must  be  taken  in  the  choice  of  furnaces  and  crudbles  for  work 
of  this  kind.  While  it  is  true  that  iron  in  the  molten  condition 
containine  as  little  as  o.i  to  0.2  oer  cent  of  the  imnurities  ordi- 
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large-scale  operations, 
owing  to  the  relatively 
smaller  surface  exposed 
compared  with  the 
weight  of  metal  being 
handled;  (2)  additions, 
such  as  ferroalloys, 
aluminum,  or  titanium 
for  purification  of  the 
melt,  as  used  com- 
mercially, are  not  per- 
missible in  an  investi- 
gation of  this  kind;  (3) 
the  use  of  slags  for 
protection  from  the 
products  of  combustion 
or  for  eliminating  im- 
purities and  controlling 
composition  in  desired 
ways  is  excluded.  The 
importance  of  the  con- 
ditions for  melting  pure 
iron  and  its  alloys  to 
secure  products  of  very 
high  purity  does  not 
seem  to  have  been  rec- 
ognized sufficiently  in 
the  past,  and  we  shall 
therefore  give  full  de- 
tails of  our  methods. 

1.  FURNACES 

(a)  Electric  Fur- 
naces.— For  ease  and 
convenience  of  manip- 
ulation a  furnace  used 
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for  melting  pure  iron  should  maintain  continuously  a  temperature 
of  not  less  than  1600®.  The  temperature  required  eliminates 
furnaces  wound  with  nickel  or  nichrome;  molybdenum  or  plati- 
num-wound furnaces  are  not  desirable  for  work  in  high  vacua, 
owing  to  volatiliza- 
tion of  these  metals 
with  resulting  con- 
tamination of  the 
melt  and  destruction 
of  the  heater.  Tung- 
sten windings  could 
no  doubt  be  used,  but 
no  suitable  furnace 
of  this  type  was  avail- 
able at  the  Bureau. 
Our  work  with  elec- 
tric furnaces  has  been 
confined,  therefore,  to 
those  emplo3dng  car- 
bon in  some  form  as 
resistor.  A  fiunace 
of  the  kryptol  type, 
shown  in  Fig.  5,  was 
constructed  and  has 
been  found  satisfac- 
tory. The  Arsem 
vacuum  furnace, 
shown  in  Fig.  6,  was 
extensively  used  and 
is  very  suitable  for 
work  of  this  char- 
acter. As  this  f lunace  has  been  described  elsewhere  *  we  omit 
details  here.  The  Helberger  crucible  furnace  was  used  for  melt- 
ing some  of  our  alloys.  This  furnace  is  intended  to  be  used  with 
conducting  crucibles,  but  our  work  was  done  with  amorphous 
carbon  tubes  as  resistors.  Because  of  the  lack  of  protection  of 
these  from  the  oxidizing  action  of  the  air  their  life  is  incon- 

<  W.  C.  Arsem,  Trans.  Am.  Bkctrocfacm.  Soc.,  9,  p.  xs9\  2906. 


Fio.  6. — Arsem  furnace  with  crucible  and  protecting  tube 
iti  place 
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veniently  short.  The  resistance  of  Acheson  graphite  tubes  was 
found  to  be  too  low  to  permit  the  desired  temperattu^s  to  be 
reached.  There  were  diflSculties  in  securing  good  electrical  con- 
tact between  the  terminals  and  the  resistor  so  that  this  style  of 
furnace  as  used  by  us  is  not  to  be  recommended  for  work  at  1600^ 
or  above.  The  difBculty  common  to  all  the  types  of  electric  fur- 
naces used  (unless  the  precautions  mentioned  later  were  observed) 
was  that  the  melts  were  contaminated  by  volatile  sulphtu:,  silicon, 
or  carbon  derived  from  the  resistors  used.  This  contamination 
was  least  in  the  Arsem  furnace  when  protecting  the  crucible,  as 
shown  in  Fig.  6,  and  was  greatest  in  the  Helberger  furnace  and  in 
the  kryptol  furnace  when  using  amorphous  carbon  as  resistors. 

TABLE  3 
Analyses  of  Bureau  of  Standards  Electrolftic  Iron  after  Melting  in  Various  Furnaces 


Manner  of  melting 


Sl 


S 


Mn 


Ctt 


Original  iron  not  melted 

In  kryptol  furnace    filled  with  Acheaon 

graphite 

In  Helberger  furnace 

In  Arsem  furnace 

In  Helberger  furnace  and  remelted  in 

Arsem  furnace 

In  gas  furnace 


Percent 
0.004 


.012 


.010 


.009 
.012 


Percent 
0.001 

.01 

.014 

.007 

.004 
.003 


Percent 
a004 

.004 
.024 
.007 

.005 
.02 


Percent 
Trace 

Trace 
Trace 
Trace 

Trace 
Trace 


Percent 
Trace 

Trace 
Trace 
Trace 

Trace 
Trace 


Percent 


0.012 


Table  3  shows  the  amounts  of  contamination  introduced  by 
melting  pure  iron  in  various  types  of  furnaces.  An  analysis  of 
the  amorphous  carbon  used  as  filling  material  in  the  kryptol 
f lUTiace  and  for  the  resistor  tubes  of  the  Helberger  furnace  showed 
0.75  per  cent  sulphur  and  0.07  per  cent  silica.  The  high  sulphur 
in  the  amorphous  carbon  resistors  is  due  to  the  use  of  petro- 
leum coke  in  their  manufacture.  Analyses  of  best  grades  of 
petroleum  coke  obtained  by  the  Geological  Survey  showed  per- 
centages of  sulphur  ranging  from  0.63  to  1.37  per  cent.  After 
having  discovered  these  defects  in  amorphous  carbon  we  discon- 
tinued its  use,  employing  granular  Acheson  graphite  of  the  best 
grade  for  the  kryptol  furnace  and  a  graphite  spiral  for  the 
Arsem  furnace.    A  resistor  from  the  Arsem  furnace  contained 
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0.02  per  cent  sulphur  and  0.03  per  cent  silica.  The  results 
were  satisfactory.  It  may  be  concluded  that  if  carbon  resist- 
ance furnaces  are  intended  for  making  melts  with  minimum 
contamination  by  volatile  substances  from  the  heating  element, 
the  best  material  available  at  present  is  first-quality  graphite; 
and  that  the  resistors  should  be  carefully  analyzed  to  instu^ 
against  impurity  before  installing  them  in  the  furnace.  It  is 
further  evident  that  if  the  refractory  walls  of  the  furnace  are 
in  immediate  contact  with  the  heater,  the  former  should  be 
made  of  material  not  likely  to  react  with  the  heated  carbon. 


Fig.  7 — Small  gas  furnace  with  prekeater 

Such  reaction  would  cause  not  only  possible  contamination  of 
the  melt,  but  also  irregularities  in  the  working  of  the  furnace. 
For  this  reason  ordinary  fire  clay  or  silica  bricks,  or  any  others 
containing  silica  in  considerable  amoimt,  are  excluded.  In  our 
own  layptol  furnace  commercial  magnesite  bricks  were  used,  and 
while  they  were  not  all  that  could  be  desired  they  proved  service- 
able, provided  the  resistor  was  renewed  occasionally. 

(6)  Gas  Furnaces. — Two  types  of  gas  furnace,  shown  in 
Figs.  7  and  8,  were  used  and  no  difficulty  was  experienced  in 
maintaining  the  necessary  temperatures.  The  fiunace  shown  in 
Fig.  7  was  a  standard  type  except  in  respect  to  the  blowpipe, 
which  is  similar  to  that  used  in  tool  forges,  or  for  brazing  pmposes. 
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A  preheater  raised  the  temperature  of  the  necessary  volume  of 
air  to  about  350^.  In  some  experiments  made  with  this  furnace 
pure  platinum  wire  was  melted,  indicating  that  a  temperature  in 
excess  of  1750®  had  been  attained.  The  refractory  lining  sup- 
plied by  the  manufacturers  was  found  to  have  a  very  short  life 


PlO.  8 — Surface  cambusHon  crucible  furnace 

under  these  conditions,  so  that  we  later  covered  it  with  alundum 
cement,  or  with  a  mixttu^  of  altmdum  cement  and  clay,  which 
prolonged  the  life.  The  surface  combustion  furnace  (Fig.  8) 
proved  to  be  very  suitable.  This  ftunace  has  already  been 
illustrated  and  briefly  described.^  The  same  trouble  was  expe- 
rienced with  the  original  refractory  lining,  and  repairs  were 
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reached  in  this  furnace,  1670^,  was  obtained  when  burning  about 

180  cubic  feet  of  city  gas  per  hour.    In  using  this  type  of  fiunace 

for  pure  melts,  the  crucible  must  be  protected  from  the  large 

amoimt  of  very  fine  dust  blown  out  of  the  contact  material  during 

operation. 

2.  CRUCmLES 

A  few  preliminary  experiments  with  clay  crucibles  showed  that 
it  would  be  out  of  the  question  to  use  these  for  melting  pture 
iron-carbon  alloys.  The  clays  used  for  making  the  crucibles 
which  we  tried  were  not  sufficiently  refractory  and  were  badly 
corroded  by  the  iron  oxide  which  coats  the  surface  of  all  melts 
made  in  gas-fired  furnaces.  This  did  not  occur  in  the  electric 
furnaces,  but  here  the  reducing  atmosphere,  which  prevented 
oxidation,  also  caused  the  introduction  of  relatively  large  amounts 
of  silicon  from  the  clay.  Altmdum  crucibles  were  tried,  but  gave 
the  same  trouble  as  those  of  clay.  Crucibles  made  of  electrically 
fused  or  sintered  magnesia  from  two  diifferent  sources  were  given 
a  trial  in  the  various  types  of  furnaces,  but  with  these  also  there 
was  more  contamination  of  the  melts  by  silicon  than  seemed 
desirable.     (See  Table  4.) 

TABLE  4 
Alloys  Made  in  Crucibles  of  Commsrcially  Purs  Magnssia 


As  it  had  become  evident  that  the  desired  results  could  not  be 
secured  with  any  kind  of  crucible  on  the  market,  we  began  the 
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experiment  of  making  our  crucibles  of  various  grades  of  chemi- 
cally pure  magnesia  calcined  in  the  electric  furnace  at  1600°  to 
1800®.  Although  our  product  contained  usually  not  over  0.05  to 
o.io  per  cent  silica  the  alloys  melted  in  crucibles  made  from  such 
magnesia  still  carried  too  much  silicon.  (See  Table  4.)  Because 
of  the  difficulty  of  securing  from  chemical  dealers  magnesia  suffi- 
ciently low  in  silica,  the  high  cost  of  a  good  grade  of  this  material, 
and  the  need  of  large  quantities  for  several  contemplated  inves- 
tigations, we  decided  to  prepare  our  own  material.  An  endeavor 
was  made  to  develop  a  method  free  from  too  many  complicated 
manipulations.  As  raw  material  we  used  two  or  three  grades  of 
pharmaceutical  manesium  carbonate  carrying  o.i  or  0.2  per  cent 
silica,  and  later  a  calcined  Grecian  magnesite  with  about  3.5  per 
cent  silica.  Attempts  to  prepare  silica-free  magnesia  from  these 
sources  by  dissolving  them  in  hydrochloric  acid,  evaporating  the 
solutions  to  dryness  and  baking,  followed  by  solution  of  the 
MgClj,  filtration  and  precipitation  of  magnesium  carbonate  by 
ammonitun  carbonate  were  not  very  successful  on  the  scale  tried, 
for  the  technique  was  difficult  and  the  product  unsatisfactory,  as 
well  as  expensive. 

TABLB5 
Percentage  of  Silica  in  Magnesia  from  Different  Sources 


Sooree 

SlOt 

Source 

SK), 

Cwi^fn^  Oyectwn  magnetite. .... 

Percent 
3.15 
4.61 

1.99 

5.39 

.03 

.07 

Burean  of  Standards  MgO,  prepared 
fromacfltate 

Percent 

Do 

0.006 

Univerttty  of  niinois  electrically  cal- 
dned  MfO 

Btueau  of  Standards  BCgO  calcined 
In  gaifamace 

.013 

TUfagnfghiiB  fllumfaiste  tube . . .  r 

Do 

.017 

MgO  reagent  (nncalcined)  A 

Cnsclule  made  fiviu  Boreau  of  Stand* 

McO  reacent  f  tmcaldned)  B 

.025 

After  trials  of  several  other  methods  we  developed  the  follow- 
ing procedure,  which  has  produced  a  magnesium  oxide  carrying 
usually  not  over  o.oi  per  cent  silica,  and  at  low  cost. 

The  Grecian  magnesite  was  dissolved  in  commercial  acetic 
acid  (70  per  cent),  using  a  slight  excess  of  the  latter;  more  of  the 
magnesite  was  then  added  until  the  solution  was  alkaline  to  litmus 
paper,  after  which  the  solution  was  diluted  with  about  twice  its 
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volume  of  water,  the  whole  thoroughly  stirred  and  allowed  to 
stand  in  barrels  for  a  day  or  two;  at  the  end  of  this  time  the 
clear  solution  was  siphoned  off  into  a  large  wrought-iron  basin 
and  rapidly  evaporated  over  a  large  Fletcher  burner,  adding 
fresh  liquid  at  intervals  tmtil  a  sufficient  amount  of  the  magne- 
sium acetate  had  separated.  The  evaporation  was  then  carried 
to  the  point  where  the  solution  solidified  on  cooling,  after  which 
the  decomposition  of  the  acetate  into  oxide  was  effected  by  direct- 
ing the  flame  from  a  large  Teclu  burner  over  the  surface  of  the 
separated  salts.  The  magnesium  oxide  so  obtained  is  con- 
taminated by  carbon,  tmdecomposed  acetate,  and  a  little  iron, 
but  after  calcining  is  quite  suitable  for  use  in  making  crucibles. 
The  calcining  was  done  in  large  gas  furnaces  which  gave  a  tem- 
perature of  approximately  1550®.  The  magnesia,  as  taken  from 
the  iron  basin,  was  moistened  slightly  with  water  and  made 
up  into  large  balls,  which  were  placed  inside  an  ordinary  No.  20 
plmnbago  crucible  coated  on  the  inside  with  alimdum  cement,  or 
lined  with  an  Acheson  graphite  crucible.  The  crucible  was 
carefully  covered  dtuing  the  calcining  operation,  which  lasted 
about  two  hours.  As  a  result  of  this  treatment  the  magnesia 
had  shrunk  to  about  one-third  its  original  volume,  all  the  carbon 
had  burned  out,  and  the  silica  content  wa3  very  slightly  increased. 
We  f oimd  it  important  to  blow  air  through  the  furnace  for  several 
minutes  after  shutting  off  the  gas,  in  order  to  remove  the  last  traces 
of  products  of  combustion  carrying  sulphur.  If  these  are  allowed 
to  remain  in  the  furnace  during  the  cooling  period,  the  magnesia 
takes  up  some  sulphur;  our  best  material  contained  less  than 
o.oi  per  cent  of  this  element.  Calcining  in  the  gas  furnace  at 
the  temperature  named  gives  a  product  which  still  shrinks  a 
little  when  used  in  crucibles  heated  to  higher  temperatiures,  but 
we  had  no  serious  trouble  with  crucible  failures  on  this  account. 
Two  sizes  of  crucibles  were  used  which,  together  with  the  molds 
employed  for  making  them,  are  shown  in  Fig.  9.  The  calcined 
material  was  mixed  with  about  lo  per  cent  by  weight  of  uncal- 
cined  magnesia  and  the  whole  wet  with  water  until  it  formed  a 
pasty  mass.  The  thin  brass  cups  used  for  lining  the  molds  were 
put  in  place  and  there  was  introduced  into  the  mold  a  stifficient 
41410^—16 — 2 
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amotrnt  of  the  material  (ascertained  by  preliminary  trials);  a 
pressure  of  5000  to  10  000  poimds  per  square  inch  was  applied 
to  the  head  of  the  plimger  and  kept  there  a  minute  or  two  after 
the  plunger  had  been  driven  down  as  far  as  it  would  go.  The 
mold  was  then  opened  by  removing  the  rings,  the  brass  cup  car- 
rying the  crucible  removed,  and  the  plunger  taken  out.  The 
crucibles  were  dried  at  100®  to  120®  for  a  day  and  the  brass  cups 
stripped  off  by  melting  the  solder  from  the  joints.  They  were 
then  either  used  directly  for  melts,  or  after  heating  to  1200°  to 


Fig.  9. — Crucible  molds 

1600°  in  a  gas  or  electric  furnace.    The  latter  procediu-e  is  neces- 
sary for  all  crucibles  that  are  to  be  used  in  vacuum  furnaces. 

IV.  PROCEDURE  IN  MAKING  ALLOYS 

We  first  attempted  to  make  ingots  in  the  following  manner: 
The  iron  as  stripped  from  the  cathodes  was  dried,  broken  into 
small  pieces,  and  placed  in  the  larger  magnesia  crucibles  (Fig.  9) , 
together  with  a  suitable  quantity  of  carbon.  These  were  brought 
gradually  to  temperatures  above  the  melting  point  of  iron  and 
left  in  the  furnace  for  10  or  15  minutes.  After  cooling,  the  cru- 
cibles were  removed  and  broken  away  from  the  ingots.  This 
procedure,  while  apparently  wasteful,  was  necessary  for  several 
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reasons:  (i)  Magnesia  crucibles  are  extremely  fragile  at 
high  temperatures  and  any  attempt  to  handle  them  results  in 
breakage  with  resultant  loss  of  melts;  (2)  with  the  small  mass  of 
metal  which  we  used  (100  g)  it  would  be  impossible  to  pour  suc- 
cessfully; and  (3)  even  if  it  could  be  accomplished,  pouring  would 
be  objectionable  because  of  the  added  danger  of  contamination. 
Moreover,  the  loss  of  the  crucible  is  not  serious,  since  the  material 
can  be  recovered  and  worked  up  into  new  crucibles  repeatedly. 

The  ingots  obtained  in  the  manner  above  described  were  found 
to  be  very  tmsoimd  and  full  of  blowholes;  in  this  respect  there 
was  little  difference  between  those  made  in  the  various  furnaces. 
This  seemed  sinprising  in  view  of  the  difference  in  atmosphere 
over  the  melt  in  a  gas  furnace,  where  the  conditions  are  oxidizing 
to  iron,  and  in  an  electric  ftunace,  where  carbon  dioxide,  water 
vapor,  or  oxygen — the  gases  which  would  oxidize  iron  at  high 
temperatiu-es — are    present   only    in    very    small    amounts.     It 
would  thus  appear  that  the  blowholes  in  iron  may  be  caused  by 
carbon  monoxide  as  well  as  by  any  or  all  of  the  other  gases  named, 
and  that  the  maintenance  of  a  reducing  atmosphere  is  no  guar- 
antee of  freedom  from  blowholes.     That  the  melts  made  in  the 
kryptol  ftunace  were  made  under  reducing  conditions  is  evident 
from  Fig.  5,  which   shows   that   the  crucibles  are  completely 
covered  with  carbon  at  all  times;  this  is  further  evident  from  an 
oxygen  determination  made  on  drillings  from  an  ingot  melted 
in  the  kryptol  furnace.     The  percentage  of  oxygen  in  this  ingot, 
notwithstanding  the  fact  that  no  deoxidizer  had  been  used,  was 
0.03.*    The  weight  of  these  ingots  was  about  100  g.     Fig.  10  (a) 
is  a  photograph  of  a  split  ingot,  showing  the  tmsound  structiu-e. 
The  introduction  of  a  regulated  amount  of  carbon  into  the  alloys 
gave  a  good  deal  of  trouble.     In  the  gas  ftunace  the  amount  of 
oxidizing  gases  was  so  great,  relative  to  the  weight  of  carbon 
introduced,  that  the  latter  was  all  btuned  out  before  the  melting 
operation  was  completed,  even  when  special  precautions  were 
taken  to  protect  the  crucibles.    These  diflBcixlties  were  finally 
overcome  by  using  the  following  procedtu^,  which  has  been  fairly 
satisfactory:  The  electrolytic  iron  was  first  melted  down  in  the 
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iron  so  made  were  sawed  into  longitudinal  strips  of  convenient  size 
for  insertion  into  the  smaller  magnesia  crucibles  (Fig.  9)  and  the 
necessary  amount  of  carbon  was  added.  The  crucible  was  placed 
in  the  vacuum  furnace  with  the  protecting  chimney  in  place, 
as  shown  in  Fig.  6.  The  ftunace  was  evacuated  to  0.2  mm,  and 
the  cmrent  through  the  heater  was  increased  gradually  tmtil  the 
iron  had  melted  and  dissolved  the  carbon;  this  point  was  deter- 
mined by  observation  through  the  window.  As  soon  as  this 
stage  was  reached  a  violent  ebullition  took  place;  sometimes  the 
contents  of  the  crucible  were  ejected.  We  attribute  this  prin- 
cipally to  the  expulsion  of  gases  from  the  cavities  in  the  ingots. 
In  10  or  15  minutes  the  surface  of  the  melt  became  quiescent  and 
the  operation  was  ended.  After  cooling,  the  ingots  were  removed 
by  breaking  the  crucibles. 

Fig.  106  shows  the  sotmd  structure  of  these  ingots,  which  were 
usually  entirely  or  nearly  free  from  blowholes.  After  discarding 
the  surface  down  to  clean  metal,  the  ingots  were  turned  down  to 
the  size  required  for  the  thermal  test  specimens  (Fig.  loc),  retain- 
ing the  chips  for  analysis.  Complete  analyses  of  typical  samples 
are  given  in  Table  6.  For  comparison.  Table  7  is  given,  showing 
the  results  of  attempts  by  two  earlier  workers  to  make  pure  iron- 
carbon  alloys. 

We  are  now  building  a  larger  vacuum  furnace  for  producing 
large  ingots  of  pure  iron  and  iron-carbon  alloys,  which  will  be 
examined  either  as  made  or  after  forging,  rolling,  and  application 
of  heat  treatment  as  to  physical  properties,  magnetic  and  electrical 
characteristics,  resistance  to  corrosion,  and  related  properties. 
Reports  of  progress  in  this  work  will  be  issued  as  they  are  justified. 
Later  we  shall  deal  with  the  effect  of  alloying  elements  otiier  than 
carbon  on  the  properties  of  iron. 
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Fig.  io,—Split  ingots  and  test  specimen 
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TABLE  6 
Analyses  of  Typical  Bureau  of  Standards  Iron-Carbon  Alloys 
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c 

Si 

S 

P 

Bfn 

Cn 

NlandCe 

Total  Im- 
purities 

Pwcflot 

PtrcMit 

Percent 

Percent 

Percent 

Percent 

Percent 

Perceot 

0.064 

0.007 

0.009 

Trace 

Trace 

0.020 

00.011 

0.047 

.376 

.013 

.009 

Trace 

Trace 

.005 

00.11 

.038 

.395 

.008 

.013 

Trace 

Trace 

.012 

o.OU 

.044 

.597 

.010 

.008 

Trace 

Trace 

.004 

fl.Oll 

.033 

.624 

.004 

.010 

Trace 

Trace 

.008 

o.Oll 

.033 

.692 

.006 

.011 

Trace 

Trace 

.008 

o.Oll 

.036 

.860 

.006 

.006 

Trace 

Trace 

.007 

o.OU 

.030 

1.067 

.006 

.006 

Trace 

Trace 

.013 

fl.Oll 

.036 

1.797 

.010 

.005 

Trace 

Trace 

.018 

o.OU 

.044 

2.240 

.005 

.005 

Trace 

Trace 

.020 

o.OU 

.041 

2.560 

.005 

.005 

Trace 

Trace 

.014 

o.OU 

.035 

3.27 

.006 

.006 

Trace 

Trace 

.016 

o.OU 

.039 

o  The  figures  given  for  nidcel  and  cobalt  do  not  represent  individual  determinations  for  eadi  specimen,  since 
the  amount  of  sample  was  insufficient  to  allow  of  these  being  carried  out .  Pour  representative  analyses  oa 
poreironand  iron-carbon  alloys  having  given  the  result  indicated,  it  was  tkaaa^tmmA  that  these  elements  were 
present  in  that  amount  in  all  the  samples. 

TABLE  7 
Degree  of  Contamination  of  Iron  Melts  Made  by  Otiiers 


Si 


Mn 


Mflnec'selectiolytkirai 

Mlillec's  electrolytic  iron  after  remelting  In  vacuo  In 

*^pareMgOcnicible~o 

C  F.  Burses^  electrolytic  iron 

C.  F.  Burgess*  electrolytic  iron  melted  with  sugar 

carbon  In  magnesia  cmdble  by  Howe  h , 


Perceot 
0.0630 

.017 
.009 

2.954 


Percent 
0.0053 

.069 
.006 

.040 


Percent 
0.0045 

.028 
<.001 

.050 


Percent 
0.0024 

.037 
.010 

.035 


Percent 
0.0090 

.025 
Trace 

None 


o  A.  Mflller.  MetaUurgie,  6,  p.  159;  1909. 

^  Howe,  Bull.  Am.  Inst.  Min.  Eng..  p.  xziS;  19x3.  No.  z. 

V.  DISCUSSION  OF  THE  SOURCES  OF  CONTAMINATION 

1.  SILICON 

In  our  earlier  experiments,  where  we  were  obliged  to  make 
crucibles  of  magnesia  higher  in  silica  than  that  produced  by  the 
acetate  method  already  described,  we  noted  that  occasionally 
an  alloy  of  very  low  silicon  content  would  result  from  a  melt  made 
in  a  crucible  relatively  high  in  silica.    The  use  of  our  purified 
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magnesia  had  eliminated  all  trouble  from  silicon  contamination 
of  melts,  but  we  later  decided  to  make  some  experiments  to  deter- 
mine the  relationship  between  the  introduction  of  silicon  and 
temperature  of  melting.  For  this  purpose  a  series  of  nms  was 
made  in  the  vacuum  ftunace  varying  independently  the  tem- 
perature of  melting  and  the  silica  content  of  crucibles.  One  per 
cent  of  carbon  was  added  to  all  these  melts  since  in  the  presence 
of  carbon  there  is  additional  likelihood  of  contamination  due  to 
reduction  of  silica  at  high  temperatures.  The  results  in  Table  8 
show  that  if  the  temperature  is  not  allowed  to  rise  much  above 
1600®,  crucibles  containing  as  much  as  0.9  per  cent  silica  may 
be  used  safely.  This  is  of  importance  when  a  great  deal  of  work 
is  being  done,  for  it  enables  one  to  use  repeatedly  old  crucible 
material  imtil  the  silica  becomes  dangerously  high. 

TABLES 
Factors  OoTeming  Contaminatioii  of  Melts  by  Silicon 


Tempentiire  of  melting 
(deireee) 

SiOtfai 
crucible 

Si  in 
melt 

Temperature  of  melting 
(dagreet) 

SlOtin 
crucible 

Si  in 
m^ 

1610 

Percent 

0.57 

.67 

.75 

.91 

1.14 

1.66 

1.35 

Percent 
0.007 
.007 
.007 
.006 
.015 
.023 
.032 

1720 

Percent 
1.27 

i.ao 

.19 
.24 
.31 
.60 

Percent 
0.040 

1610 

1780 

.042 

1610 

1770 

.007 

1610 

1720 

006 

1610 

1760 

.021 

1610 

1740 

.091 

1650 

2.  SULPHUR 

As  has  been  shown,  contamination  by  sulphur  may  restdt 
from  the  use  of  gas  furnaces  or  of  petroleum  coke  carbon  in  electric 
furnaces.  On  abandoning  the  use  of  gas  furnaces  and  employing 
Acheson  graphite  as  resistor  material  this  difficulty  disappeared, 
as  is  apparent  from  a  comparison  of  Tables  5  and  7. 

3.  MANGANESE  AND  PHOSPHORUS 

Both  these  elements  have  been  reduced  to  mere  traces  (less  than 
0.00 1  per  cent)  in  all  our  alloys. 
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4.  COPPBR 

This  impurity,  one  of  the  most  difficult  to  guard  against,  is 
present  in  objectionable  quantities  in  some  of  our  melts  and  to 
some  extent  in  all.  The  ingot  iron  used  for  anodes  contains  copper 
which  is  not  completely  removed  in  the  electrolytic  refining 
process,  so  that  our  deposits  contain  about  0.005  P^  c^^t  ^f  this 
element.  This  Cu  persists  through  the  melting  operation,  and 
unless  great  care  is  taken,  more  is  introduced  owing  to  the  use 
of  copper  connections  in  furnaces.  In  particular,  the  copper 
blocks  used  in  the  vacuum  fiunace  must  be  smooth  and  make  good 
contact  with  the  graphite  heater,  since  any  arcing  causes  the  vapor- 
ization of  considerable  quantities  of  Cu  with  resulting  contamina- 
tion of  the  melt. 

5.  mCKBL  AND  COBALT 

Our  anode  iron  contains  0.02  per  cent  Ni  +  Co ;  in  the  electrolytic 
refining  this  is  reduced  to  o.oi  per  cent  which  persists  through  the 
melting  operations. 

6.  MAONBSnJM 

As  all  our  melting  was  done  in  magnesia  crucibles  it  was  thought 
desirable  to  look  for  this  element  as  a  possible  impurity.  Several 
analyses  of  ingots  made  in  the  regular  way  showed  that  Mg  was 
not  present  in  any  dete'rminable  quantity.  A  rather  interesting 
result,  however,  was  obtained  on  analyzing  some  ingots  which  had 
been  melted  at  high  temperatures  (over  1700®).  It  was  fotmd 
that  these  contained  appreciable  amounts  of  Mg  (from  0.005  to 
o.oi  per  cent).  Furthermore,  the  samples  were  so  brittle  that 
the  pieces  broke  while  turning  in  the  lathe.  It  appears  at  least 
possible  that  there  tnay  be  a  direct  connection  between  the  two 
circumstances,  though  our  present  data  are  not  sufficient  to 
justify  a  definite  conclusion  to  that  effect. 

7.  OZTGBN 

Unforttmately,  the  Bureau  is  not  at  present  prepared  to  make 
accurate  oxygen  determinations  on  this  class  of  material,  but  it  is 
hoped  later  to  publish  analyses  of  some  of  the  alloys  for  this 
element,  if  it  is  foimd  to  be  present.     In  our  method  of  prepara- 
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tion,  starting  with  an  ingot  already  low  in  oxygen  (see  p.  1 7)  and 
carburizing  in  a  vacuum  furnace  where  the  carbon  monoxide 
resulting  from  interaction  of  oxides  or  oxygen  with  carbon  would 
be  removed  as  formed,  the  deoxidation  would  tend  toward  com- 
pletion, and  accordingly  the  alloys  should  contain  but  small 
residual  amounts  of  oxides  and  oxygen. 

VI.  SPECTROSCOPIC  EXAMINATION 

In  order  to  confirm  the  results  of  the  chemical  analyses  for  small 
quantities  of  impurities,  the  arc  spectra  of  a  number  of  samples  of 
iron  and  iron-carbon  alloys  were  studied  by  Dr.  K.  Burns '  of 
this  Bureau,  to  whom  we  are  indebted  for  the  data  given  below: 

MagniSsium. — ^The  spectra  fully  confirmed  the  chemical  tests.  Line  2851.  i A 
showed  strong  in  two  samples  containing  0.007  and  o.oio  per  cent  mg  while  it  was 
very  f^dnt  or  absent  in  tmftised  irons  and  in  allo3rs  which  failed  to  give  magne^um 
by  the  chemical  method. 

SnjcoN. — Line  2881.5A  showed  presence  of  silicon  in  the  alloys,  but  unfused  iron 
showed  no  traces. 

Manganbsb. — Several  manganese  lines  show  in  various  samples  of  electrolytic 
iron  that  have  been  melted.  These  lines  are  absent  from  the  spectrum  of  tmmelted 
electrolytic  iron.  The  faintness  of  the  manganese  lines  as  compared  with  those  given 
by  a  specimen  containing  o.oi  per  cent  of  this  metal  indicate  a  very  low  manganese 
content. 

Chromium. — ^The  statements  made  in  regard  to  manganese  also  apply  to  chromitun. 

CopPBR. — ^Lines  3247.7  and  3274. lA  are  always  present  though  so  faint  as  to  be 
questionable  in  unmelted  specimens. 

NicKSL  AND  Cobalt. — Several  nickel  and  cobalt  lines  show  faintly  in  the  various 
samples. 

In  the  course  of  the  examination  of  the  arc  spectnmi  of  pxire  iron  several  faulty 
identifications  have  been  corrected: 

3795.542  ascribed  to  magnesium  is  iron; 
3369,555  ascribed  to  nickel  is  iron  and  nickel; 
3412.347  ascribed  to  iron  is  probably  cobalt;  and 
3443.645  ascribed  to  iron  is  no  doubt  cobalt. 

No  attempt  has  as  yet  been  made  to  clear  up  all  the  doubtful  identifications  in  the 
iron  spectrum;  the  above  list  is  given  to  show  the  possibilities  in  this  direction  which 
may  be  realized  by  means  of  the  use  of  pure  iron. 

Vn.  METHODS  OF  CHEMICAL  ANALYSIS 

The  analyses  recorded  in  this  paper  were  carried  out  accordin^a: 


Digitized  by 


Google 


cfcSj^**^*^**']  Pure  Iron  and  Iron-Carbon  Alloys  23 

The  chips  obtained  when  making  the  thermal  test  specimens 
were  thoroughly  mixed  before  weighing  portions  for  analysis. 
Chips  from  high-carbon  alloys  which  contained  admixed  graphite 
were  finely  ground  and  mixed  before  weighing. 

1.  CARBON 

Carbon  was  determined  by  the  barium-carbonate  titration 
method  devised  by  one  of  the  authors.'  The  chips  (i  to  5  g)  were 
burned  in  purified  oxygen,  passing  the  products  of  combustion 
into  a  solution  of  barium  hydroxide;  the  barium  carbonate  was 
filtered  and  washed  in  an  atmosphere  free  from  carbon  dioxide 
(see  the  original  for  details  of  apparatus  used),  and  the  bariimi 
carbonate  was  titrated  against  standard  hydrochloric  acid,  using 
methyl  orange  as  indicator. 

2.  SULPHUR 

Sulphur  was  determined  by  dissolving  5  g  of  the  metal,  contained 
in  an  appropriate  evolution  apparatus  having  all  groimd-glass 
connections,  in  concentrated  hydrochloric  acid,  the  gases  given  oflf 
being  passed  into  an  ammoniacal  solution  of  hydrogen  peroxide. 
After  complete  solution  of  the  metal  the  contents  of  the  evolution 
flask  were  boiled  for  10  minutes  while  a  slow  current  of  ptuified 
hydrogen  was  passed  through  the  solution.  The  ammoniacal 
peroxide  solution  was  transferred  to  a  beaker  and  boiled  a  few 
minutes,  then  the  solution  was  slightly  ovemeutralized  with 
hydrochloric  add  and  the  sulphur  precipitated  at  boiling  tem- 
perature as  baritun  sulphate.  After  digestion  for  a  sufficient 
length  of  time  the  precipitate  was  filtered,  washed,  ignited  and 
weighed,  and  the  percentage  of  sulphur  calculated. 

3.  SIUCON 

Five  to  10  g  of  metal  were  dissolved  in  an  Erlenmeyer  flask  in 
hydrochloric  acid  (equal  volumes  of  water  and  hydrochloric  acid 
of  specific  gravity  i  .20) ,  the  solution  evaporated  to  dr3aiess  and  the 
flask  heated  on  the  hot  plate  at  about  200°  for  an  hour.  The 
residue  was  digested  with  hydrochloric  add  of  the  same  strength 
as  that  used  for  dissolving,  the  insoluble  matter  containing  the 

•J.  R.  Cain.  Detennination  of  Carbon  in  Steel  and  Iron  by  the  Barium  Carbonate  Titration  Mtthod. 
Bur.  Stand.  Technologic  Paper  No.  33. 
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silica  was  filtered  ofif ,  washed  with  dilute  hydrochloric  acid  and 
water,  ignited  in  a  platinum  crucible  and  weighed,  after  which  the 
silica  was  volatilized  with  hydrofluoric  acid  and  its  amount  deter- 
mined from  the  change  in  weight  of  the  crucible  after  again 
igniting.    The  results  were  then  calculated  to  silicon. 

4.  PHOSPHORUS 

The  usual  method  of  precipitation  as  ammonium  phosphomolyb- 
date  was  employed,  and  the  phosphorus  estimated  by  comparing 
the  volume  of  the  precipitate  with  that  produced  by  treating  a 
standard  steel  in  the  same  way. 

5.  MANOANBSB 

The  soditun  bismuthate  method  was  used. 

6.  COPPER 

Ten  to  20  g  of  metal  were  dissolved  in  a  slight  excess  of  hydro- 
chloric or  sulphuric  acid,  and  hydrogen  sulphide  passed  into  the 
hot  solution  until  all  the  copper  was  precipitated.  The  precipi- 
tate was  filtered  oflf,  and,  after  washing  the  paper  carrying  it,  was 
transferred  to  a  porcelain  crucible,  and  the  whole  ignited  tmtil  all 
the  carbon  was  bmned  ofif.  A  little  potassium  bisulphate  was 
added  and  the  copper  oxide  brought  into  solution  by  fusion, 
following  by  leaching  with  water  and  filtration.  The  solution 
was  compared  with  a  standard  solution  colorimetrically,  either 
by  the  ammonia  or  ferrocyanide  method,  or  by  both. 

7.  MAGNBSIUM 

Ten  to  20  g  of  metal  were  dissolved  in  aqua  regia,  the  solution 
evaporated  to  dryness,  and  dehydrated.  The  residue  was  dis- 
solved in  I :  I  HCl  and  silica  removed  by  filtration.  The  iron  was 
extracted  by  the  ether  method.  After  the  removal  of  the  iron, 
hydrogen  sulphide  was  passed  through  the  solution  (acidified  with 
acetic  acid)  to  precipitate  copper,  etc.  Manganese  and  residual 
iron  were  removed  from  the  filtrate  by  bromine  and  cunmonia  and 
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8.  NICKBL  AND  COBALT 

The  solution  of  10  g  in  HNO3  +  HCl  was  evaporated  to  dr3aiess, 
dehydrated,  taken  up  with  HCl  of  i.i  specific  gravity,  filtered, 
the  filtrate  evaporated  to  a  small  volume,  and  the  iron  removed 
by  the  ether  method.  Copper  was  precipitated  with  hydrogen 
sulphide,  and  the  iron  and  manganese  in  the  filtrate  were  pre- 
cipitated by  ammonia  and  bromine.  The  filtrate  was  acidified 
with  acetic  acid,  and  nickel  and  cobalt  were  precipitated  as  sul- 
phides from  the  boiling  solution.  The  two  metals  were  either 
weighed  as  oxides  or  deposited  electrolytically  from  ammoniacal 
solution,  the  two  methods  giving  concordant  results.  The  oxides 
(or  metals)  were  dissolved  in  hydrochloric  acid,  the  solution  was 
neutralized,  and  finally  made  acid  with  acetic  add  and  the  cobalt 
precipitated  as  EI,Co(NOa)e.  After  filtering  and  igniting  this  pre- 
cipitate at  a  low  temperature,  the  cobalt  was  dissolved,  repre- 
dpitated  with  hydrogen  sulphide,  and  finally  wdghed  as  C0SO4. 
The  nickd  was  determined  by  the  dimethylglyoxime  method  in 
the  filtrate  from  the  cobalt.  The  stun  of  these  determinations 
checked  very  dosdy  with  the  total  nickd  4-  cobalt  found  directly. 

Vm.  SUMMARY 

Methods  have  been  devdoped  for  producing  laboratory  samples 
of  iron-carbon  alloys,  of  a  very  high  degree  of  purity;  sources  of 
contamination  of  mdts  and  means  of  diminating  them  have  been 
described;  a  method  for  producing  magnesia  of  a  satisfactory 
degree  of  piuity  for  making  crucibles  to  be  used  in  work  of  this 
kind  has  been  developed;  a  procedure  for  making  small  ingots, 
which  are  sotmd  and  free  from  blowholes,  without  the  use  of  deoxi- 
dizers  has  been  worked  out.  A  series  of  iron-carbon  alloys  con- 
taining 99.96  per  cent  of  the  two  elements  has  been  prepared,  to 
serve  as  a  basis  for  the  redetermination  of  the  iron-carbon  equi- 
librium diagram. 

Washington,  November  11,  191 5. 
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INTRODUCTION 

In  the  course  of  the  examination  of  certain  carefully  purified 
organic  compoimds  it  was  foimd  that  a  simple,  quick,  and  very 
delicate  qualitative  test  for  water,  showing  approximately  the 
amount  present,  can  be  made  in  the  following  manner:  The  sub- 
stance imder  examination  is  placed  in  contact  with  calcium  car- 
bide in  the  presence  of  a  solvent  for  acetylene,  and  any  acetylene 
formed  by  the  action  of  water  is  detected  by  adding  the  resultant 
solution  to  an  ammoniacal  solution  of  cuprous  chloride.  When 
alcohol  or  acetone  is  used  as  the  solvent  for  acetylene  a  clear  col- 
loidal solution  of  an  intense-red  color  is  formed.  Since  this  reac- 
tion appeared  to  present  possibilities  as  a  direct  colorimetric 
method  for  the  determination  of  water,  an  effort  was  made  to 
apply  it  for  this  piupose.  The  results  first  obtained  were  very 
discordant,  and  it  soon  became  apparent  that  a  careful  examina- 
tion of  all  the  factors  which  could  affect  the  result  would  be  neces- 
sary before  any  satisfactory  procedm-e  could  be  devised.  The 
investigation  of  these  factors  has  resulted  in  the  development 
of  a  quick  and  very  sensitive  method  for  the  determination  of 
acetylene.  The  application  of  this  method  to  the  determination 
of  water,  especially  the  determination  of  very  small  amoimts  of 
water  in  materials  of  high  ptuity,  which  was  the  primary  object 
of  the  investigation,  has  been  much  less  successful.  The  principal 
sources  of  diflBculty  and  error  in  this  detennination  are  pointed  out 
in  the  section  of  the  paper  dealing  with  the  determination  of  water 
(p.  54).  The  simpler  qualitative  methods  which  are  also  described 
(p.  56)  have  been  found  very  satisfactory,  however. 

The  development  of  the  method  for  the  determination  of  acety- 
lene will  be  described  in  Part  I.  All  of  the  work  upon  the  detec- 
tion and  determmation  of  water  has  been  broueht  toeether  in 
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Part  I.— THE  DETERMINATION  OF  ACETYIENE 

A.  LITERATURE 

The  use  of  an  ammoniacal  solution  of  a  cuprous  salt  for  the 
detennmation  of  acetylene  appears  to  have  been  introduced  by 
Berthelot.*  The  reagent  was  greatly  improved  for  qualitative 
work  and  its  preparation  much  simplified  by  Ilosvay,*  who  pre- 
pared solutions  of  cuprous  salts  by  reducing  the  corresponding 
cupric  salts  .with  hydroxylamine.  Ilosvay 's  investigation  was  con- 
fined to  the  preparation  of  the  most  sensitive  qualitative  reagent 
possible.  The  formation  of  a  red  colloid  when  a  small  amount 
of  cuprous  chloride  is  added  to  a  solution  of  acetylene  in  water  was 
observed  by  Kuspert,'  but  no  attempt  to  use  the  reaction  for  ana- 
lytical purposes  appears  to  have  been  made  by  him  or  others. 

Before  proceeding  to  make  experiments  upon  a  colorimetric 
method  for  determining  acetylene  it  was  necessary  to  determine 
the  amount  of  acetylene  used  in  such  experiments  by  an  independ- 
ent procediure,  and  Berthelot's  method  of  precipitating  copper  car- 
bide and  determining  the  copper  in  the  precipitate  was  chosen. 
An  examination  of  the  papers  which  have  been  published  describ- 
ing the  method  for  making  this  determination,  together  with 
those  relating  to  the  composition  and  properties  of  copper  carbide, 
leaves  some  doubt  as  to  the  precautions  which  must  be  taken  to 
insure  accuracy.  The  principal  point  concerning  which  there 
appears  to  be  disagreement  is  the  effect  of  oxidation  upon  the 
composition  of  the  precipitated  copper  carbide.  When  freshly 
precipitated  in  a  reducing  solution  this  compoimd  dissolves 
readily,  and,  as  shown  by  Scheiber  and  Reckleben,*  completely  in 
hydrochloric  add;  but  if  exposed  to  the  air  for  any  considerable 
length  of  time  before  the  addition  of  hydrochloric  acid,  a  black 
nisoluble  residue,  a  product  of  partial  oxidation  of  either  acety- 
lene or  copper  carbide,  is  left  behind.  If  this  carbonaceous 
readue  is  formed  directly  from  acetylene,  or  if  its  formation  from 
copper  carbide  is  accompanied  by  the  formation  of  soluble  copper 

salts,  it  is  obvious  that  the  results  obtained  in  the  determination 
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preventing  this  oxidation  is  shown  by  the  fact  that  Keiser's* 
efforts  to  prepare  copper  carbide  free  from  this  substance  were 
unsuccessful  and  that  several  other  experimenters  seem  to  have 
had  a  similar  experience.  Keiser  regarded  the  residue  as  carbon; 
Scheiber^  determined  its  composition  as  CuHgO,.  While  the 
exact  composition  of  the  residue  has  little  significance  in  con- 
nection with  the  determination  of  acetylene,  its  method  of  for- 
mation is  important. 

It  might  be  inferred  from  the  experiments  of  Keiser  and  those 
of  Soderbaum  ^  that  at  least  a  part  of  the  residue  is  formed  by 
the  incomplete  oxidation  of  acetylene;  in  this  case,  of  course, 
part  of  the  acetylene  would  be  used  up  and  the  amoimt  of  copper 
carbide  formed  would  be  less  than  corresponds  to  the  amount  of 
acetylene  absorbed.  However,  Scheiber's  determinations  of  the 
composition  of  copper-carbide  precipitates  containing  a  consider- 
able amoimt  of  insoluble  matter  showed,  within  narrow  limits,  a 
constant  molectdar  ratio  of  copper  to  carbon  of  i :  i .  If  the  insolu- 
ble portion  was  formed  directly  by  the  oxidation  of  acetylene 
and  the  remainder  of  the  acetylene  had  formed  CujC,,  the  carbon 
would  certainly  have  been  in  excess. 

If,  on  the  other  hand,  the  large  amount  of  carbonaceous  residue 
sometimes  observed  is  produced  by  the  oxidation  of  the  copper 
compotmd,  one  of  two  conditions  must  exist:  (i)  Either  the 
copper  must  form  some  other  insoluble  compound,  in  which  case 
the  oxidation  would  not  affect  the  subsequent  determination  of 
the  copper,  or  (2)  a  corresponding  amount  of  soluble  copper 
salts  would  be  formed,  which  would  be  removed  in  washing  the 
precipitate,  leading  to  serious  error.  Blochman*  describes  copper 
carbide  as  being  unstable  in  the  air,  and  Scheiber*  found  that  it 
increases  in  weight  when  dried  in  the  air.  Krdmann  and  Ma- 
kowka*®  state  that  the  washed  precipitate  may  be  exposed  to 
the  air  on  a  filter  for  two  or  three  hours  and  then  washed  with 
dilute  acetic  acid  without  a  trace  of  copper  being  dissolved,  but 
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These  authors  state  that  copper  carbide  is  less  subject  than  copper 
sulphide  to  oxidation  by  the  air. 

In  their  work  on  the  formation  of  diacetylenyl  Noyes  and 
Tucker  "  foimd  that  copper  carbide  will  rapidly  reduce  a  solu- 
tion of  cupric  chloride,  the  probable  reaction  being  indicated  by 
the  following  equation: 

2CUaCa  -f  2CuCl,  =»  C4CUa  +  2Cu,Cl3 

Practically  all  of  the  observers  of  the  properties  of  copper 
carbide,  except  Blochmann,  who  found  the  compotmd  easily 
changed  in  air,  seem  to  have  worked  with  a  precipitate  produced 
by  the  complete  precipitation  of  copper  by  an  excess  of  acetylene. 
This  was  certainly  the  case  in  the  experiments  of  Erdmann  and 
Makowka.  Keiser  found  that  copper  carbide  has  a  strong  tend- 
ency to  occlude  substances  in  solution.  If  acetylene  is  occluded 
in  liiis  manner,  this  fact,  together  with  the  reaction  of  Noyes  and 
Tucker,  would  fully  explain  Erdmann  and  Makowka's  observation 
that  no  copper  is  made  soluble  by  a  brief  exposiire  to  the  air,  since 
the  copper  salts  would,  at  first,  be  reprecipitated  by  the  occluded 
acetylene  as  fast  as  formed  by  oxidation.  When,  however,  the 
precipitate  is  formed  in  the  presence  of  an  excess  of  a  cuprous  salt, 
the  formation  of  cupric  salts  would  be  expected  to  take  place 
immediately  on  exposing  to  the  air. 

B.    PRELIMINARY  EXPERIMENTS 
1.   SOLUBIUTT  AND  OXIDATION  OF  COPFBR  CARBIDB 

Since  the  literatiue  on  the  subject  does  not  make  entirely  clear 
the  effect  of  oxidation  on  the  determination  of  acetylene  by  this 
method,  it  seemed  advisable  to  make  a  few  preliminary  experi- 
ments before  using  the  method  for  the  determination  of  acetylene 
in  the  standard  solutions. 

The  complete  insolubility  of  copper  carbide  noted  by  all  observ- 
ers was  first  confirmed  by  precipitating,  with  an  excess  of 
acetylene,  a  copper-sulphate  solution  which  had  been  reduced  by 
hydroxylamine.  The  precipitate  was  filtered  and  washed  freely 
with  dilute  ammonia  and  with  water.  No  trace  of  copper  could 
be  detected  by  the  use  of  hydrogen  sulphide  in  either  the  filtrate 
or  the  washings. 

^^  Am  Chem.  J..  If.  p.  123;  x897« 
41410*»— 16 8 
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In  another  experiment  a  limited  amotmt  of  acetylene  was 
passed  into  a  cuprous-chloride  solution  containing  hydroxylamine. 
The  precipitate  was  filtered  and  then  washed  with  water  contain- 
ing a  little  ammonia  and  hydroxylamine  without  allowing  air  to 
come  in  contact  with  the  precipitate.  About  200  cc  of  wash 
water  was  required  before  the  washings  showed  no  trace  of  copper 
by  the  ferrocyanide  test.  After  this  the  precipitate  was  further 
washed  with  50  cc  of  dilute  ammonia  and  then  with  50  cc  of  water 
in  order  to  remove  hydroxylamine.  The  precipitate  was  then 
covered  with  50  cc  of  dilute  ammonia  of  the  strength  used  for 
washing  and  air  was  bubbled  throtigh  the  liquid,  portions  being 
drawn  oflf  through  the  filter  from  time  to  time  and  tested  for  copper. 
Potassium  ferrocyanide  gave  a  positive  test  for  copper  almost 
immediately  and  in  the  coiu-se  of  about  15  minutes  the  liquid 
was  colored  distinctly  blue  by  dissolved  cupric-ammonium  salts. 
Finally,  the  liquid  was  drawn  oflf  and  the  precipitate  exposed  to 
the  air  overnight  When  water  was  added  a  large  amount  of 
cupric  salt  went  into  solution  at  once. 

This  experiment  made  it  evident  that  in  order  to  obtain  accurate 
results  in  the  determination  of  acetylene  by  the  cuprous-chloride 
method  it  would  be  necessary  to  exclude  air  during  the  whole 
procediu-e. 

In  the  hope  of  avoiding  the  diflSculty  of  excluding  air,  experi- 
ments were  made  with  silver  salts  as  a  substitute  for  cuprous 
chloride.  It  was  found  that  the  silver  in  silver  carbide  can  be 
readily  and  accurately  determined;  but  the  reaction  of  acetylene 
with  ammoniacal  solutions  of  silver  nitrate  was  found  to  be  so 
slow  that  the  use  of  this  method  was  impracticable.  The  experi- 
ments made  on  this  point  confirm  the  conclusions  of  Rivett." 

2.  COMPOSITION  OF  SOLUTION  FOR  PRECIPITATINO  COPPER  CARBIDE 

The  experiments  with  silver  nitrate  having  proven  solutions 
of  that  salt  to  be  tmsuitable  for  the  determination  of  acetylene, 
cuprous  chloride  was  used.  An  absorption  apparatus  ^'  was 
employed  which  permitted  the  filtration  and  washing  of  the 
precipitate  without  expostue  to  the  air.  'f he  inclined  tube  in 
which  absorption  took  place  was  about  60  cm  long  and  the  gas 
bubbles  remained  in  contact  with  the  liquid  8  to  10  s^onds. 

i^Chem.  News.  104,  p.  a6i;  191 1. 

>*  See  Fig.  a  in  the  article  by  Weaver  and  Sdwards.  J.  Ind.  Eng.  Cbem.,  7,  p.  534;  1915. 
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A  series  of  experiments  of  a  qualitative  nature  was  made  to 
determine  the  composition  of  the  absorbing  solution  which  would 
give  the  best  results.  The  comparative  rates  at  which  hydrogen 
containing  acetylene  could  be  passed  through  different  solutions 
in  the  apparatus  without  showing  a  trace  of  acetylene  in  a  second 
apparatus  was  one  of  the  tests  used;  but  the  most  useful  criterion 
of  the  speed  of  absorption  was  the  distribution  of  the  precipitate 
which  adhered  to  the  glass  in  the  absorption  tube.  When  using 
the  best  absorbing  solution  practically  all  of  the  acetylene  was 
precipitated  within  20  cm  of  the  inlet,  and  the  glass  beyond  that 
point  remained  free  from  precipitate.  When  absorbing  solu- 
tions were  used  which  permitted  the  escape  of  some  of  the 
acetylene  into  the  second  wash  bottle  the  precipitate  was  dis- 
tributed throughout  the  length  of  the  absorption  tube.  The 
absorbing  solutions  tested  in  this  way  contained  varying  amounts 
of  cuprous  chloride,  ammonia,  ammonium  chloride,  and 
hydroxy  lamine. 

The  solution  which  was  found  to  give  the  best  results  was  made 
by  adding  i  g  of  cuprous  chloride,  i  g  of  hydroxylamine  hydro- 
chloride, and  ID  cc  of  concentrated  ammonium  hydroxide  to 
50  cc  of  water.  When  the  gas  was  passed  through  this  solution 
at  a  moderate  rate  no  trace  of  acetylene  could  be  detected  at  the 
outlet  of  the  absorption  apparatus  by  passing  the  gas  through 
more  of  the  same  solution.  After  filtering  and  washing,  the 
precipitates  of  copper  carbide  dissolved  completely  and  rapidly  in 
dilute  hydrochloric  acid.  The  amount  of  acetylene  was  calcu- 
lated from  the  amount  of  copper  present  in  this  solution  as  deter- 
mined by  one  of  the  usual  methods. 

3.   CHOICE  OF  A  PROTECTIVE  COLLOID 

In  order  to  keep  the  copper  carbide  in  the  colloidal  form  and  to 
prevent  precipitation  with  a  resultant  change  of  color,  it  is  neces- 
sary to  add  a  protective  colloid.  Gelatine,  dextrine,  gum  arable, 
and  water  glass  were  tried  for  this  purpose.  The  gelatine  solu- 
tions were  invariably  found  to  be  the  most  uniform  and  perma- 
nent, confirming  the  results  of  Kiispert.**  Consequently,  gelatine 
was  used  in  the  preparation  of  all  the  solutions  used  in  subsequent 
work. 

"  Z.  Anorg.  Chem.,  S4,  p.  453-454: 1903. 


Digitized  by 


Google 


34  BtUlePin  of  the  Bureau  of  Standards  [Vol  zs 

4.   CHOICE  OF  A  PRELDflNART  COLOR  STANDARD 

A  primary  requirement  for  a  colorimetric  method  is  a  standard 
for  comparison.  Obviously,  the  most  satisfactory  standard  for 
use  with  a  colored  solution  is  a  solution  of  the  same  character  hav- 
ing a  known  value,  provided  such  a  standard  is  sufficiently  per- 
manent or  readily  reproducible;  a  colloidal  solution  of  copper  car- 
bide possesses  neither  of  these  requirements.  When  sealed  in  a 
glass  tube  a  solution  of  the  colloid  containing  a  considerable  excess 
of  hydroxylamine  has  been  kept  for  as  much  as  a  week  without 
apparent  change;  but  a  solution  in  a  sealed  tube  is  not  a  con- 
venient standard  for  comparison  in  a  colorimeter.  Even  though 
oxygen  is  wholly  excluded,  the  deep  blue  color  of  cupric-ammo- 
nium  salts  will  eventually  appear  in  consequence  of  the  reaction 
CujCIj  =  CuClj  +  Cu,  which  takes  place  quite  rapidly  in  ammoniacal 
solution.  It  is  also  very  difficult,  if  not  altogether  impossible,  to 
make  a  sufficiently  accurate  standard  by  the  use  of  known  amounts 
of  acetylene  or  of  water,  since  the  small  amounts  required  could 
be  measured  with  sufficient  accuracy  only  in  very  dilute  solu- 
tion, and  dilute  solutions  of  either  are  very  hard  to/keep  without 
change. 

It  would  be  useless  to  describe  in  detail  the  many  tmsuccessful 
efforts  that  were  made  to  obtain  a  suitable  standard.  Colloidal 
solutions  of  copper  ferrocyanide  and  of  copper  carbide  made  by 
passing  an  excess  of  acetylene  into  dilute  solutions  of  cuprous  salts 
were  foimd  imsuitable.  After  trying  a  very  large  number  of 
organic  dyes  a  solution  having  the  following  composition  was 
chosen  as  the  most  suitable  and  convenient  standard: 

Chromanilbraun  R milligram. .       a  21 

Carmoisine  B do 04 

Gum  arable grams. .      2.  5 

Water cubic  centimeters. .  loa  00 

This  solution  was  designated  on  an  arbitrary  color  scale  as 
standard  "  H  25  "  and  will,  for  the  sake  of  brevity,  be  so  designated 
in  this  paper.  Unless  the  contrary  is  stated  it  may  be  asstmied 
that  this  solution  was  used  in  all  the  observations  which  follow. 
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C.    DEVELOPMENT   OF  COLORIMETRIC   METHOD 
1.   APPARATUS  AND  METHOD  EMPLOYED 

(a)  APPARATUS 

A  solution  of  acetylene  in  ether,  measured  from  an  ordinary 
burette,  was  used  as  the  source  of  acetylene.  The  use  of  such  a 
solution  seemed  especially  desirable,  since  it  eliminated  the  vari- 
ables aflfecting  the  amount  of  acetylene  evolved  from  a  constant 
weight  of  water  when  reacting  with  calcium  carbide;  and  at  the 
same  time  permitted  an  exact  duplication  of  the  conditions  which 
appeared  to  be  most  favorable  for  the  quantitative  evolution  and 
determination  of  acetylene  from  small  amounts  of  water,  i.  e., 
solution  in  ether  with  subsequent  distillation,  in  a  stream  of 
hydrogen,  into  the  absorbing  solution.  The  results  would  there- 
fore be  applicable  in  the  investigation  of  the  water  method  itself. 

The  apparatus  used  for  the  purpose  is  illustrated  in  Fig.  i. 
The  standard  solution  of  acetylene  in  ether  was  contained  in  the 
bottle  A  connected,  through  a  siphon,  with  the  lower  end  of 
burette  C.  The  air  drawn  into  either  the  burette  or  bottle  to 
replace  the  solution  used  was  passed  through  the  wash  bottle  B 
containing  some  of  the  same  solution.  The  stoppers  and  con- 
necting tubes  were  sealed  in  place  with  paraffin  to  form  air-tight 
connections. 

The  acetylene  solution  was  measured  from  the  burette  C  into 
the  flask  D,  The  funnel  P  served  for  the  introduction  of  ether 
which  did  not  contain  acetylene.  A  stream  of  hydrogen  from 
the  Elipp  generator  G  carried  the  acetylene  and  ether  vapor  over 
into  the  absorbing  solution  contained  m  E.  E  was  graduated  to 
facilitate  the  preparation  and  meastu-ement  of  the  absorbing 
solution.  When  the  ether  in  D  was  completely  evaporated,  the 
colloidal  solution  found  in  E  was  run  into  the  colorimeter  tube  F 
and  compared  with  the  standard  contained  in  another  tube  not 
shown  in  the  figure.  The  depth  of  solution  in  the  colorimeter  was 
read  in  the  side  tube  /,  which  was  backed  by  a  millimeter  scale. 
The  gas  outlet  tube  from  E  was  connected  with  /  in  order  that  a 
stream  of  hydrogen  might  be  used  to  sweep  the  bulk  of  the  air 
out  of  F  and  thus  assist  in  preventing  the  oxidation  of  the  cuprous 
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Fio.  z. — Apparatus  used  for  developing  method 
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chloride  in  the  colloidal  solution.  This  precaution  was  found  to 
be  imnecessary  for  any  ordinary  work,  but  the  arrangement 
proved  very  useful  wlien  making  a  large  number  of  comparisons 
with  a  single  colloidal  solution,  as  in  the  work  with  standards 
described  on  page  46. 

The  wash  bottle  H  was  partially  filled,  dining  many  of  the 
experiments,  with  an  alkaline  solution  of  pyrogallol  to  remove 
any  considerable  amotmt  of  oxygen  or  acid  gases  present  in  the. 
hydrogen  used.  It  served  at  all  times  to  indicate  the  rate  at 
which  hydrogen  was  passing  and  to  detect  leaks  in  the  connections. 

The  bottle  K,  containing  a  hydrochloric-acid  solution  of  cuprous 
chloride,  was  protected  from  access  of  air  by  connecting  to  the 
hydrogen  supply.  The  solution  of  cuprous  chloride  was  meastned 
in  the  graduated  tube  L  and  run  into  water  contained  in  M  which 
caused  the  cuprous  chloride  to  precipitate.  M  contained  a  filter 
of  asbestos  resting  on  a  perforated  porcelain  plate  and  held  in 
place  by  a  layer  of  glass  beads.  The  cuprous  chloride  was  filtered 
and  washed,  the  operation  being  facilitated  by  pressure  from  G, 
After  filtration  and  washing  the  cuprous  chloride  in  M  was  dis- 
solved through  the  filter  with  ammonium  hydroxide  and  run  into 
E.  The  other  constituents  of  the  absorbing  solution  were  added 
through  the  funnel  N. 

Since  an  ammoniacal  solution  of  cuprous  chloride  can  not  be 
preserved,  owing  to  the  formation  of  cupric  salts  with  the  separa- 
tion of  copper,  it  was  found  most  convenient  to  keep  the  cuprous 
chloride  in  hydrochloric-acid  solution  and  to  precipitate  and  wash 
the  salt  just  before  use. 

The  colorimeter  used  was  of  simple  construction,  resembling 
that  described  by  Campbell  and  Hurley."  The  light  from  a 
tungsten  lamp  was  diffused  by  an  opal  glass,  and  reflected  from 
a  second  opal  glass  through  the  comparison  tubes  to  a  pair  of 
mirrors  set  at  an  angle  of  45*^.  The  Ught  is  reflected  from  these 
mirrors  to  the  eye,  producing  a  divided  field. 

^  J.  Am.  Chem.  Soc*.  BS,  pp.  xxia-xxis;  X9xx. 
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ib)  PREPARATIOIV  OF  STANDARD  ACBTTLBNB  SOLUTION 

The  standard  solution  of  acetylene  in  ether  was  prepared  by 
passmg  into  500  cc  of  ether  for  several  minutes  a  stream  of  acety- 
lene which  had  been  generated  from  specially  prepared  calcium 
carbide  and  washed  with  water.  The  calcium  carbide  used  was 
prepared  for  this  pinpose  by  Dr.  C.  W.  Kanolt  of  this  Btueau  from 
piu-e  precipitated  calcium  carbonate  and  a  considerable  excess  of 
sugar  charcoal,  and  was  entirely  free  from  stilphtu-  and  phos- 
phorus. The  acetylene  produced  had  a  pleasant  odor  and  pro- 
duced a  piu-e  white  precipitate  in  an  ammoniacal  solution  of  a 
silver  salt.  The  strong  acetylene  solution  thus  prepared  was 
diluted  with  ether  to  obtain  an  acetylene  concentration  conven- 
ient for  use. 

The  acetylene  in  the  standard  solution  was  determined  from 
time  to  time  by  attaching  the  absorption  apparatus  used  for  the 
experiment  upon  the  gravimetric  method  to  the  outlet  of  the  evo- 
lution flask  (D,  Fig.  i),  running  10  cc  or  more  of  the  standard 
acetylene  solution  from  the  biu-ette  into  the  evolution  flask, 
and  passing  a  stream  of  hydrogen  through  the  apparatus  until  the 
ether  was  entirely  evaporated  and  the  apparatus  completely 
swept  out  with  hydrogen.  The  precipitate  was  filtered,  washed 
with  water  containing  a  small  amount  of  ammonia  and  hydroxy- 
lamine  hydrochloride,  and  dissolved  with  dilute  hydrochloric  acid. 
The  copper  in  the  solution  was  then  determined  by  one  of  the  fol- 
lowing well-known  methods: 

1.  The  solution  was  evaporated  to  dryness  and  the  copper 
chloride  converted  to  acetate  and  determined  by  the  iodometric 
method. 

2.  The  copper  was  precipitated  from  hydrochloric-acid  solu- 
tion as  sulphide,  ignited,  and  weighed  as  copper  oxide. 

3.  The  chloride  was  converted  to  sulphate  and  the  copper  de- 
termined electrolytically. 

Table  i  shows  the  agreement  obtained  between  duplicate  de- 
terminations of  the  acetvlene  in  solution   at  different  times. 
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TABLE  1 
Detenninatioii  of  Acetylene  in  Standard  Solution 
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Sohitkni 


Date 


Vohtnieof 


lif  otbod  for  copper 


Copp«r 


cub 


is  per 
iWc 
ImeCer 
of  loIutioiL 


M«r.l5 
M«r.27 

Apr.  18. 

June  11 

July  30. 


CO 

10 
10 

16 
10 
10 

10 
10 
10 

10 
10 
10 

10 
10 


lodometrk. 
....do 

Snlpblde.. 

....do 

lodometric. 

Sttlphlde.. 

....do 

....do 

Electrolytic, 

....do 

Sulplilde... 

Slectrolytlc, 
....do 


25.5 
25.8 

24.7 
15.5 
15.4 

9.8 
10.0 
9.9 

5.0 
4.9 
5.1 

7.8 
7.8 


mg 

0.522 

.528 

.315 
.317 
.315 

.200 
.204 
.202 

.102 
.100 
.104 

.159 
.159 


2.  FACTORS  AFFBCrmO  COMPIBTBNBSS  OF  ABSORPTION  AND  COLOR 

OF  COLLOID 

(a)  MBTHODS  OF  STUDY 

The  influence  of  the  variable  factors  affecting  the  formation  of  the 
colloidal  solution  was  investigated  by  absorbing  definite  amounts 
of  acetylene,  from  measured  volumes  of  the  standard  solution,  in 
30  cc  of  absorbing  solution.  After  the  absorption  was  completed 
this  solution  was  diluted  to  lOO  cc  before  comparing  with  the  color 
standard  in  the  colorimeter. 

The  values  used  for  determining  the  absolute  amotmt  of  acety- 
lene taken  in  each  experiment  were  calctdated  from  the  results 
of  the  last  analysis  of  the  standard  solution  made  before  and  the 
first  analysis  made  after  the  experiment  in  question,  on  the 
assumption  that  the  change  in  concentration  of  the  acetylene 
solution  was  tmiform  during  the  period.  This  assumption  was 
certainly  not  exactly  correct,  since  it  was  found  that  the  rate  of 
change  of  the  acetylene  solution  was  largely  dependent  upon 
temperature  changes  in  the  laboratory.     However,  since  it  was 
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the  purpose  of  these  experiments  only  to  show  the  effect  of  a 
single  variable  at  a  time,  it  was  only  necessary  that  the  results  of 
each  series  should  be  comparable  with  one  another.  For  this  rea- 
son the  observations  of  any  one  series  were  all  made  between  9 
a.  m.  and  1 1  p.  m.  of  a  single  day,  with  the  exception  of  one  series, 
which  were  conducted  within  a  continuous  period  of  32  hoiu^. 
In  no  case  was  the  change  in  strength  of  the  acetylene  solution, 
during  the  period  covered  by  a  series  of  tests,  sufficient  to  be  de- 
tected by  the  colorimeter. 

In  each  comparison  the  depth  of  solution  in  one  tube  remained 
constant  while  the  depth  of  solution  in  the  second  tube  was  varied 
until  the  two  appeared  to  match.  This  comparison  was  repeated 
several  times,  or  as  often  as  necessary  to  fix  the  depth  of  solution 
required  in  the  second  tube  within  i  mm. 

The  results  obtained  in  the  65  tests  which  were  first  made,  under 
conditions  not  subsequentiy  found  to  cause  serious  error,  were 
plotted,  and  a  curve  was  drawn  to  approximate  the  average  of 
these  results. 

Values  taken  from  this  curve  (called  acetylene  found)  were  used 
to  compare  the  relative  amounts  of  acetylene  which  would  be  indi- 
cated by  tests  made  under  the  various  conditions.  Since  only 
relative  values  were  required,  it  was  not  necessary  to  know  the 
exact  position  and  slope  of  the  curve  which  would  give  absolute 
values.  The  exact  form  of  the  curve  fixed  by  the  final  series  of 
determinations,  made  after  the  effects  of  all  variables  had  been 
investigated,  is  shown  in  Pig.  5. 

(ft)  SX8DLTS  OBTAniXD 

(i)  Size  op  Tip  and  Rate  op  Gas  Flow. — During  many  of  the 
earlier  tests  hydrogen  carrying  acetylene  was  introduced  through 
a  glass  tip  about  2  tnm  in  diameter.  It  was  evident  that  absorp- 
tion was  not  complete  when  using  this  tip,  since  a  ring  of  red  pre- 
cipitate alwa]rs  formed  on  the  glass  at  the  upper  surface  of  the 
absorbing  liquid.  Tests  made  by  passing  the  gas  into  a  second 
portion  of  the  absorbing  solution  always  showed  the  presence  of 
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so  that  bubbles  escaping  from  the  tip  woiild  pass  through  the 
solution  without  coming  in  contact  with  the  glass  after  leaving  the 
tip,  was  substituted.  All  subsequent  experiments  indicated  that 
the  absorption  of  acetylene  from  the  very  fine  bubbles  produced 
by  the  use  of  this  tip  was  practically  complete.  At  the  most  only 
a  faint  trace  of  red  precipitate  appeared  on  the  glass  at  the  surface 
of  the  solution  after  several  runs,  and  no  color  whatever  was  pro- 
duced in  a  second  absorption  apparatus. 

Comparisons  of  the  results  obtained  by  the  use  of  the  two  tips 
indicated  that,  at  the  rate  of  flow  used  for  the  previous  com- 
parisons (about  35  cc  of  hydrogen  per  minute),  about  30  per  cent 
of  the  ascetylene  had  escaped.  When  the  rate  of  gas  flow  was 
increased  to  75  cc  per  minute,  while  still  using  the  2  mm  tip, 
the  loss  of  acetylene  amounted  to  more  than  50  per  cent  When 
the  0.2  mm  tip  was  substituted,  it  was  found  that  the  results 
were  independent  of  the  rate  of  gas  flow  at  rates  of  5  to  50  cc  per 
minute.  Even  at  a  rate  of  100  cc  per  minute  the  loss  amounted 
to  only  about  10  per  cent 

(2)  Composition  op  Absorbing  Solution. — ^Tests  were  made 
to  determine  the  influence  of  the  following  constituents  in  the 
solution  used  for  absorption:  Cupric  chloride,  ammonitmi  chloride, 
hydroxylamine  hydrochloride,  cuprous  chloride,  ammonia,  gela- 
tin, alcohol,  and  acetone. 

The  data  obtained  from  the  many  tests  do  not,  in  general,  lend 
themselves  to  convenient  tabulation  and  plotting,  hence  only  the 
conclusions  drawn  from  the  tests  are  given  here. 

In  the  following  discussion  of  results  the  amount  of  each  of  the 
various  constituents  mentioned  as  present  in  the  solution  is  always 
the  amount  contained  in  30  cc. 

Cupric  Chloride. — It  was  found  that  the  presence  of  even  quite 
large  amounts  of  cupric  chloride  in  the  absorbing  solution  is  with- 
out appreciable  effect,  provided  a  sufficient  amount  of  the  cuprous 
salt  is  also  present  during  the  absorption  and  enough  hydroxyl- 
amine is  added  before  the  colorimetric  comparison  to  reduce  all 
cupric  salts.  Cupric  chloride  may  be  added  to  a  colloidal  solu- 
tion alreadv  orenared  and  left  for  several  hours  without  affecting: 
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salts  with  hydroxylamine.  If  the  solution  is  exposed  to  the  air 
the  colloid  is  unaffected  until  the  cuprous  salts  in  solution  are 
oxidized;  then  the  colloid  quickly  disappears  with  the  formation 
of  a  flocculent  black  precipitate. 

Ammonium  Chloride. — The  presence  of  ammonium  chloride,  or, 
indeed,  any  strong  electrolyte,  causes  irr^ular  and  generally  low 
results.  Ten  milligrams  of  the  salt  in  30  cc  of  absorbing  solution 
produced  a  tendency  toward  low  results.  Twenty  milligrams 
caused  results  averaging  40  per  cent  low  and  more  than  that 
amount  caused  precipitation.  The  presence  of  ammoniiun  chlo- 
ride in  the  absorbing  solution  is  the  most  serious  single  source  of 
error  in  the  colorimetric  determination  of  acetylene.  After  its 
effect  was  discovered,  solutions  showing  the  characteristic  brown- 
ish and  slightly  turbid  appearance  caused  by  the  presence  of  much 
of  the  salt  were  discarded. 

Hydroxylamine  Hydrochloride. — ^The  presence  of  a  small  amount 
of  hydroxylamine  hydrochloride  in  excess  of  that  required  to 
decolorize  the  absorbing  solution  is  without  appreciable  effect, 
but  a  large  excess  has  the  same  effect  as  a  smcdl  amount  of  am- 
monium chloride,  e.  g.,  100  mg  of  hydroxylamine  hydrochloride 
caused  average  results  about  10  per  cent  low. 

Cuprous  Chloride. — Only  a  very  small  amount  of  cuprous  chlo- 
ride is  required  to  give  complete  absorption  of  the  acetylene  and 
the  amotmt  present  may  be  varied  over  a  wide  range  without 
affecting  the  results.  Solutions  containing  from  9  to  360  mg  gave 
identical  results.  Solutions  containing  6  mg  gave  results  about 
30  per  cent  low,  although  the  amount  of  acetylene  was  much  less 
than  equivalent  to  the  amount  of  copper,  while  solutions  contain- 
ing only  3  mg  of  cuprous  chloride  gave  no  color  at  all. 

Ammonia. — ^The  amount  of  ammonia  in  solution  must  be  regu- 
lated rather  careftdly.  About  10  cc  of  concentrated  ammonitun 
hydroxide  (specific  gravity  0.90)  per  30  cc  of  solution  gives  the 
best  results*.  Irregular  restdts  are  caused  by  any  considerable 
change  in  the  concentration  in  either  direction.  The  use  of  only 
5  cc  caused  results  40  per  cent  low  while  the  use  of  2.5  cc  gave 
results  60  per  cent  low.  More  than  10  cc  of  strong  ammonium 
hydroxide  was  likely  to  produce  a  cloudy  appearance  caused  by 
coagulation  of  the  gelatin;  20  cc  always  caused  the  formation  of  a 
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large  amount  of  precipitate,  sometimes  enough  to  leave  the  solu- 
tion practically  colorless. 

Gelatin. — The  amount  of  gelatin  may  be  varied  from  2  to  6  mg 
per  30  cc  provided  coagulation  does  not  take  place.  The  amount 
should  be  kept  small  to  prevent  coagulation.  Less  than  i  and  more 
than  ID  mg  are  almost  certain  to  cause  precipitation. 

Alcohol. — ^The  presence  of  a  large  amotmt  of  alcohol  favors  uni- 
form results,  but  alcohol  causes  gelatin  to  coagulate  and  the 
amoimt  which  can  be  used  is  limited  by  this  fact.  About  10  cc  of 
95  per  cent  alcohol  per  30  cc  of  solution  gave  the  most  favorable 
results.  When  only  5  cc  was  used  the  results  were  about  30  per 
cent  low.  Less  than  5  cc  caused  precipitation.  Too  great  a  varia- 
tion of  the  alcohol  concentration  in  either  direction  causes  pre- 
cipitation. 

Acetone. — ^The  effect  of  substituting  acetone  for  a  part  or  all  of 
the  alcohol  was  tried.  In  general,  the  color  of  the  resulting  col- 
loid was  changed  and  comparisons  with  the  standard  were  difficult. 
Acetone  also  coagulates  gelatin  more  readily  than  alcohol. 

Preparation  of  Best  Absorbing  Solution. — From  a  consideration 
of  the  above  results  it  is  easy  to  determine  approximately  the 
most  favorable  composition  for  the  absorbing  solution.  The  solu- 
tion which  gives  the  most  tmiform  results  is  made  up  as  follows: 
Dissolve  0.25  g  of  gelatin  in  hot  water,  dilute  to  500  cc,  and  add 
500  cc  of  95  per  cent  alcohol  and  1.25  g  of  hydroxylamine  hydro- 
chloride. To  20  cc  of  this  solution  add  10  cc  of  concentrated 
ammonium  hydroxide  and  a  small  amount  of  cuprous  chloride. 
One  or  two  htmdredths  of  a  gram  of  this  salt  is  all  that  is  required, 
although  as  much  as  half  a  gram  is  unobjectionable.  If  a  greater 
amount  of  solution  is  required  to  fill  the  absorption  apparatus,  it 
should  be  made  up  in  the  same  proportions. 

(3)  Temperature. — A  few  experiments  on  the  effect  of  temper- 
attn^  were  carried  out  in  the  same  manner  as  those  upon  the  com- 
position of  the  absorbing  solution.  The  results  show  that  the 
temperature  changes  in  the  ordinary  laboratory  would  not  affect 
the  result  appreciably.  There  was  a  tendency  for  the  results  to 
be  low  at  temperatiues  above  35  ^^  C.  Results  at  45  ^^  to  50°  were 
10  to  15  per  cent  low. 
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(4)  Rate  of  Evolution  op  Acetylene. — In  order  to  test  the 
eflfect  of  the  rate  at  which  the  acetylene  is  evolved — i.  e.,  whether 
it  is  added  or  produced  all  at  once  and  passed  into  the  absorber 
rapidly,  or  whether  it  is  mixed  more  imiformly  with  the  hydrogen 
stream — two  methods  were  used:  (i)  Varying  amounts  of  ether 
containing  no  acetylene  were  introduced  into  the  evolution  flask 
with  the  fixed  amotmt  of  the  standard  solution;  this,  in  eflfect, 
is  the  same  as  using  a  more  dilute  solution  with  consequent  more 
gradual  evolution  of  the  acetylene;  (2)  the  standard  solution  was 
introduced  in  a  number  of  small  portions,  each  of  which  was  nearly 
or  entirely  evaporated  before  adding  the  next  portion,  thus  more 
nearly  approximating  a  imiform  evolution  of  acetylene  through- 
out the  experiment.  The  results  of  these  experiments  agreed  with 
one  another  within  o.oi  mg  of  acetylene  when  using  the  small  tip, 
showing  that  no  diflferences  greater  than  the  error  of  observation 
were  caused  by  the  acetylene  being  evolved  at  diflferent  rates. 

(5)  Volume  of  Absorbing  Solution. — ^The  eflfect  of  changing 
the  volume  of  the  absorbing  solution  is  shown  in  Table  2.  In 
each  case  the  composition  of  the  absorbing  solution  was  the  same 
and  the  solution  was  diluted  to  100  cc  before  making  the  colori- 
metric  comparison.  Since  these  experiments  were  very  carefully 
made  after  the  eflfect  of  all  variables  had  been  investigated,  the 
tendency  to  obtain  higher  results  when  using  the  smaller  volume 
of  absorbing  solution  is  probably  not  due  to  experimental  error. 
It  is  believed  that  this  eflfect  is  due  to  equilibrium  within  the  solu- 
tion, the  significance  of  which  will  appear  later. 

TABLE  2 
Effect  of  Volume  of  Absorbing  Soltttion 


Volume  of  abMrbtng  Mhition,  coble  centtmeten 

Acotylene 
taken 

Acetylene 
found 

Difference 

30 

Mg 

0.68 
.41 

Mf 

0.71 
.41 

Mf 

+0  03 

30 

0 
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3.   COMPARISON  WITH  COLOR  STANDARD 
(a)  DiLFnon  or  solution  attbr  absorption 

A  large  number  of  experiments  have  shown  that,  within  the 
limit  of  accuracy  of  the  colorimeter  readings,  it  is  immaterial  how 
much  the  colloidal  solution  is  diluted  before  the  readings  are  taken, 
provided  the  volume  of  solution  is  taken  into  account  in  calcu- 
lating the  amotmt  of  acetylene.  For  example,  if  a  sample  of 
acetylene  is  absorbed  in  30  cc  of  solution  and  the  resulting  liquid 
successively  diluted  with  water  to  60,  90,  and  120  cc  and  com- 
parisons with  the  same  color  standard  are  made  at  each  dilution, 
it  will  be  found  that  the  depths  of  colloidal  solution  required  to 
match  the  standard  are  in  the  ratios,  1:2:3:4.  Some  of  the  results 
bearing  on  this  point  are  shown  in  Fig.  2,  and  their  significance 
will  be  pointed  out  in  the  discussion  of  that  figure  in  the  following 
section. 

(6)  PREPARATION  AND  STANDARDIZATION  OP  A  COLOR  STANDARD 

After  determining  the  effect  of  the  various  factors  influencing 
the  color  of  the  colloidal  solutions,  it  was  an  easy  matter  to  choose 
a  method  of  procedure  which  gives  uniform  restdts.  When  using 
an  absorbing  solution  of  the  composition  already  noted  (p.  43) 
it  is  only  necessary  to  introduce  the  gas  through  a  fine  tip  at  such 
a  rate  as  to  insure  complete  absorption;  in  the  apparatus  used,  a 
rate  of  about  35  cc  per  minute,  controlled  by  counting  the  bubbles 
passing  through  the  wash  bottle  between  the  hydrogen  generator 
and  the  evolution  flask,  was  chosen.  In  order  to  determine  the 
amotmt  of  acetylene  in  an  imknown  gas  mixture,  however,  it  was 
first  necessary  to  prepare  and  determine  more  accurately  the  value 
of  a  color  standard  by  comparison  with  colloidal  solutions  made 
from  known  amotmts  of  acetylene  by  the  chosen  method  of 
procediu-e. 

Although  it  is  possible  to  match  very  closely  any  depth  of  a 
given  colloidal  copper-carbide  solution  with  a  single  dye  solution, 
such  as  solution  "Hps,"  described  on  page  34,  the  ratio  between 
the  depths  of  the  two  solutions  is  not  constant,  but  varies,  with 
the  depth.  When  comparing  small  depths,  the  color — i.  e.,  the 
relative  amount  of  light  of  the  longer  and  shorter  wave  lengths 
transmitted — is  the  determining  factor  in  making  the  comparison. 
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When  a  greater  depth  is  used,  practically  all  light  except  red  is 
excluded  and  the  point  of  agreement  is  no  longer  determined  by 
the  color  of  the  two  fields  in  the  colorimeter,  but  by  whether  one 
field  is  lighter  or  darker  than  the  other. 

Numerous  comparisons  have  been  made  which  illustrate  these 
effects.  Fig.  2  shows  the  results  obtained  by  matching  different 
depths  and  dilutions  of  two  colloidal  solutions,  A  and  By  against 
standard  solution  "  H2S."  The  figure  shows  the  following  points 
of  interest: 

1.  The  variation  of  the  ratio  between  depths  of  the  colloidal 
and  the  standard  solutions  with  change  in  depth  of  the  standard 
solution,  discussed  in  the  last  paragraph,  is  clearly  illustrated. 
If  this  ratio  were  constant,  the  points  would,  of  course,  all  lie  on 
a  straight  line  passing  through  the  origin. 

2.  The  degree  of  accuracy  of  the  colorimeter  readings  is  indi- 
cated by  the  agreement  of  results  between  different  comparisons 
with  the  same  solution.  When  using  the  standard  depth  (10  cc) 
of  standard  solution,  the  error  of  a  single  comparison  should  not 
exceed  5  per  cent  and  the  average  of  several  readings  should  give 
results  much  closer. 

3.  The  effect  of  dilution  is  noted.  At  the  depth  commonly  used 
for  comparisons  (10  cc  of  standard  solution)  the  agreement 
between  results  on  the  same  solution  at  successive  dilutions  of  35, 
70,  and  100  cc  is  clearly  within  the  limit  of  accuracy  of  the  color- 
imeter readings.    At  greater  depth  a  divergence  is  apparent 

4.  The  agreement  between  duplicates  (solutions  A  and  B  were 
prepared  in  the  same  manner  from  the  same  amount  of  standard 
acetylene  solution)  is  within  the  limit  of  acciuacy  of  the  colorim- 
eter readings. 

Fig.  3  shows  the  results  of  comparisons  of  different  depths  of  a 
single  colloidal  solution  made  from  0.19  mg  of  acetylene  with  four 
different  dye  solutions  which  can  be  used  successfully  as  stand- 
ards of  comparison.  Curve  a  represents  the  comparisons  made 
with  a  solution  of  i  part  of  azolitmin  in  2500  parts  of  water; 
curve  &,  with  a  solution  of  i  part  of  oxamine  red  in  50  000  parts 
of  water;  curve  c,  with  a  solution  made  by  acidifying  with  hydro- 
chloric acid  a  slightly  alkaline  solution  containing  2  per  cent 
of  gum  arable  and  i  part  in  40  000  of  oxamine  red;  and  curve  d, 
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with  standard  **H25."  To  avoid  confusion,  the  actual  points 
determined  are  given  for  ciu^es  b  and  d  only.  The  rapid  curva- 
ture of  a  is  due  to  the  fact  that  azolitmin  solutions  are  almost 
entirely  transparent  to  red  light  but  screen  all  other  colors  even 
when  quite  dilute.  It  will  be  noted  that  d  curves  in  the  direction 
opposite  to  the  curve  in  Fig.  2,  although  made  with  the  same 
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Fig.  3. — Comparison  of  color  standards 

standard  solution.  This  signifies  that  the  character  of  the  two 
colloidal  solutions  was  not  the  same.  As  compared  with  the 
standard,  the  colloidal  solution  represented  in  Fig.  3  was  rela- 
tively more  transparent  to  red  than  to  blue  light.  The  contrary 
was  true  with  the  colloidal  solutions  in  Fig.  2.  This  was,  no 
doubt,  due  to  the  fact  that  the  colloidal  particles  were  larger  in 
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the  latter  case  than  in  the  former,  a  condition  which  may  have 
been  caused  by  the  presence  of  a  small  amotmt  of  ammonium 
chloride.  The  transparency  to  red  light  decreases  rapidly  with 
an  increase  of  the  conditions  which  produce  precipitatioa. 

It  is  evident  from  a  consideration  of  Figs.  2  and  3  that  in  order 
to  obtain  comparable  results  it  is  preferable  always  to  make  the 
comparison  of  an  unknown  solution  with  the  same  depth  of 
standard  solution.  In  practically  all  the  work  described  in  this 
paper  10  cm  of  **  solution  H25  "  was  used  as  the  standard.  When 
the  color  of  the  colloidal  solution  was  so  light  that  the  total  volume 
of  100  cc  was  not  sufl&cient  to  match  10  cm  of  the  standard  (which 
was  the  case  when  prepared  from  less  than  about  0.12  mg  of 
acetylene)  the  whole  of  the  colloidal  solution  was  transferred  to 
the  colorimeter  and  the  depth  of  standard  solution  varied  to  match 
it.  The  error  due  to  the  change  in  ratio  of  standard  solution  to 
colloidal  solution  caused  by  this  procedure  is  always  negligible, 
probably  never  as  much  as  o.oi  mg  of  acetylene. 

Upon  plotting  the  results  of  any  series  of  comparisons  of  the 
colloidal  solutions  produced  by  known  amounts  of  acetylene  with 
a  fixed  color  standard,  it  appears  that  within  the  limits  of  experi- 
mental error  the  results  obtained  will  all  lie  on  a  straight  line  rep- 
resented  by   the   equation   x^^^ay  +  b   in   which   ^  —  amotmt   of 

acetylene,  y^^^^  of  coUoidal  solution  a^d  «  and  &  are  con- 
slants.  In  this  equation  b  represents,  of  course,  the  point  at 
which  the  cinve  cuts  the  horizontal  axis,  and  its  value  is  that  of 
the  smallest  amount  of  acetylene  which  will  produce  a  color  in  the 
absorbing  solution.  The  value  of  a  is  dependent  upon  the  color 
standard  used.  Both  constants  must  be  experimentally  deter- 
mined. 

When  a  variable  depth  of  a  standard  solution  is  used  for  the 
^t_       ^-    depth  of  standard  solution  -  - 

comparison,  the  ratio  depth  of  coUoidal  solution  *nay  be  used  as 

the  value  for  y  and  the  equation  X'^ay-^b  still  holds,  provided  the 
ratio  between  the  depths  of  the  two  solutions  is  the  same  for  all 
depths.  As  pointed  out  in  the  preceding  section,  this  is  not  the 
case  with  any  of  the  solutions  used  as  standards,  but  it  may  be 
assumed  without  appreciable  error  for  amotmts  of  acetylene  not 
greater  than  o.i  to  0.2  mg.     For  larger  amoimts  a  constant  depth 
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of  Standard  solution  should  be  used  in  order  to  provide  a  color 
standard  of  fixed  value. 

The  value  of  b  was,  at  first,  thought  to  represent  the  minimum 
concentration  of  acetylene  in  the  gas  mixture  which  would  be 
absorbed  by  the  solution.  If  the  existence  of  such  a  minimum 
were  the  true  explanation  of  the  fact  that  the  curve  does  not  pass 
through  the  origin,  it  is  evident  that  a  given  amotmt  of  acetylene 
diluted  with  a  large  volume  of  hydrogen  would  give  lower  results 
than  the  same  amoimt  of  acetylene  diluted  with  a  small  volume  of 
hydrogen.  That  such  is  not  the  case  was  shown  by  the  experi- 
ments described  under  the  heading  "Rate  of  evolution  of  acety- 
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lene"  (p.  44).  The  only  other  probable  explanation  seemed  to  be 
that  there  is  an  equilibrium  in  the  absorbing  solution  and  that  6 
represents  the  minimum  concentration  of  dissolved  acetylene 
which  will  produce  a  colored  colloid.  If  this  is  true,  the  value  of 
6  should  be  proportional  to  the  volume  of  absorbing  solution. 
The  experiments  given  in  Table  3  and  plotted  in  Fig.  4  show  that 
this  relation  is  at  least  approximately  correct. 
Fig.  5  shows  the  results  of  one  series  of  comparisons  of  **  standard 
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tenths    of    a    milligram    of 
depth  of  standard  solution 
depth  of  colloidal  solution 

Calibration  of  any  Color  Standard. — Since  the  value  of  6  depends 
upon  the  voltmie  of  the  absorbing  solution  and  is  independent  of 
the  color  standard  used,  its  value  may  be  experimentally  fixed 
once  for  all.  This  value  has  been  carefully  determined  several 
times  tmder  different  conditions  and  has  always  been  found  to 
be  between  0.02  and  0.05  mg.     It  seems  probable  that  in  any 
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Fig.  s,-^amparison  of  standard  solution  with  known  amounts  of  acetylene.    Equation 

of  line  is  x^J,43y-\-o.3 

Operations  in  which  there  is  fairly  complete  absorption  the  value 
of  b  may  be  assumed  to  be  0.03  mg  for  30  cc  of  absorbing  solution 
without  causing  any  error  in  excess  of  o.oi  mg.  In  order  to 
calibrate  any  color  standard  it  is  then  only  necessary  to  make 
one  accurate  comparison  of  the  standard  with  a  colloidal  solution 
prepared  from  a  known  amount  of  acetylene.  This  comparison 
gives  simultaneous  values  for  x  and  y  in  the  equation  ac «  ay + 0.03, 
and  the  value  of  a  may  be  easily  calculated.  Unknown  amotmts 
of  acetylene  may  then  be  determined  from  the  same  equation, 
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using  the  values  already  found  for  a  and  6,  or  for  convenience  a 
curve  may  be  plotted  and  values  taken  from  that. 

Chemists  who  desire  to  make  only  an  approximate  determina- 
tion without  the  labor  of  previously  calibrating  a  standard  may 
do  so  by  using  as  a  standard  a  depth  of  lo  cm  of  a  solution  of 
0.04  g  of  azolitmin  in  100  cc  of  water.  The  value  of  a  for  a  solu- 
tion of  this  strength  made  from  a  sample  of  the  dye  of  Kahlbaum 
grade  was  found  to  be  0.13  mg,  y  representing  the  ratio  between 
the  depth  of  the  two  solutions.  It  is  not  known  how  much  vari- 
ation will  be  found  among  different  samples  of  azolitmin;  but 
it  is  apparent  from  the  slope  of  curve  a  in  Fig.  3  that  any  vari- 
ation in  the  strength  of  the  azolitmin  solution  or  the  quality 
of  the  dye  will  cause  much  less  than  a  proportional  error  in  the 
amount  of  acetylene  found. 

As  a  color  standard,  a  piece  of  ruby  glass  or  a  glass  plate  covered 
with  a  film  of  gelatin  and  stained  with  oxamine  red  or  other 
suitable  dye  may  be  used  instead  of  one  of  the  solutions  men- 
tioned on  page  46.  Once  having  calibrated  the  standard  as 
described  above,  the  same  results  are  obtained,  no  matter  what 
standard  is  used,  provided  the  two  colors  are  enough  alike  to 
permit  an  accurate  comparison  and  the  standard  does  not  change. 
A  ruby  glass  is,  of  course,  permanent,  but  the  author  is  unable 
to  say  how  much  reliance  may  be  placed  in  the  permanence  of 
color  of  a  stained  film. 

Table  3  gives  the  results  of  a  series  of  determinations  of  unknown 
amounts  of  acetylene  using  two  different  standards  for  compari- 
son.   The  results  are  in  substantial  agreement. 

TABLB  3 

Detennination  of  unknown  amounts  of  acetylene,  using  as  standards  (1)  10  cm 
solution  H25,  a=1.43;  (2)  ruby  glass  No.  1,  a>=3.(K> 
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D.  DETERMINATION   OF  ACETTLENE  IN   GAS   MIXTURES 

None  of  the  constituents  normally  present  in  illuminating  gas 
interferes  in  any  way  with  the  colorimetrie  determination  of  acety- 
lene. To  make  such  a  determination  it  is  only  necessary  to  pass 
a  measured  volume  (0.5  to  2  liters)  of  the  gas  into  the  absorbing 
solution  and  make  the  colorimetrie  comparison.  The  whole  deter- 
mination can  be  made  in  about  10  minutes.  Four  successive 
determinations  of  the  acetylene  in  illuminating  gas  taken  directly 
from  the  house  piping  gave  0.30,  0.30,  0.32,  and  0.33  cc  per  liter. 
The  method  was  applied  by  J.  D.  Edwards  in  this  laboratory  to 
the  testing  of  hydrogen  of  high  ptuity.  One  part  of  acetylene  was 
readily  determined  in  250  000  parts  of  hydrogen  from  one  source. 
Hydrogen  from  another  source,  believed  to  contain  only  a  small 
fraction  of  this  amount  of  acetylene,  produced  a  red  stain  on  the 
tip  of  the  inlet  tube  in  the  absorbing  solution,  but  no  coloration 
in  the  liquid. 

In  order  to  ascertain  whether  acetylene  could  be  determined 
in  air  by  this  method,  a  sample  of  the  acetylene  solution  in  ether 
was  first  nm  in  the  usual  manner  with  a  stream  of  hydrogen  to 
carry  it  into  the  absorber;  then  the  determination  was  repeated, 
using  the  same  amount  of  acetylene  and  a  stream  of  air  instead  of 
hydrogen.  The  acetylene-air  mixture  was  passed  through  a 
strongly  alkaline  solution  of  pyrogallol  and  thence  into  the 
absorber;  and  the  pyrogallol  solution  was  heated  to  boiling  before 
the  stream  of  air  was  stopped.  When  hydrogen  was  used  the  test 
showed  0.56  mg  of  acetylene;  with  air  0.53  mg  of  acetylene  was 
foimd.  Only  one  determination  was  made  in  air  on  account  of 
the  inconvenience  of  the  apparatus  used,  but  the  result  showed 
that  acetylene  in  air  can  be  determined  by  this  method. 

The  experiment  also  proved  that  a  solution  of  potassium 
hydroxide  could  be  used  if  necessary  to  remove  hydrogen  sulphide, 
carbon  dioxide  or  similar  interfering  gases.  It  was  found  by 
several  experiments  that  small  amounts  of  carbon  dioxide  did  not 
affect  the  determination,  but  that  larger  amounts  had  the  same 
effect  as  the  introduction  of  a  little  ammonium  chloride  into  the 
solution.  The  color  of  the  colloid  produced  by  acetylene  carried 
over  in  a  stream  of  pure  carbon  dioxide  was  too  brown  to  admit 
of  any  accurate  comparison. 
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Part  n.— THE  DETECTION  OF  WATER  BY  THE 
USE  OF  THE  ACETYIiENE-CUPBOXJS  CHLORIDE 
REACTION 

Calcium  carbide  has  recently  been  quite  extensively  used  for 
the  determination  of  water  in  substances  which,  for  any  reason, 
do  not  permit  the  application  of  the  more  usual  methods  of 
analysis.  It  was  suggested  by  Berthelot,**  that  the  acetylene 
evolved  in  the  reaction  could  be  determined  by  absorption  in  an 
ammoniacal  solution  of  a  silver  salt  with  subsequent  titration  of 
the  excess  of  silver.  This  method  was  tried  by  Rivett  *^  for  the 
determination  of  water  in  butter,  but  was  not  successful  on  ac- 
count of  the  incomplete  absorption  of  the  evolved  acetylene. 
With  this  exception,  all  the  chemists  who  have  used  the  calcium- 
carbide  method  seem  to  have  determined  the  evolved  acetylene 
either  volumetrically  or  by  loss  in  weight.  Obviously,  neither 
of  these  methods  is  applicable  to  the  detection  of  very  small 
amotmts  of  water,  especially  in  the  presence  of  other  volatile 
substances. 

A.  EXPERIMENTS   UPON   THE    QUANTITATIVE   DETERMI- 
NATION OP  WATER 

The  accurate  determination  of  very  small  amounts  of  water  by 
the  colorimetric  method,  which  was  the  primary  object  of  this 
investigation  presents  several  difficulties  which  are  nearly  insur- 
mountable. 

Efforts  were  made  to  determine  water  in  a  variety  of  materials 
by  the  use  of  the  apparatus  described  below.  The  sample  to  be 
tested  was  brought  into  contact  with  calcium  carbide,  in  a  small 
glass  apparatus,  either  with  or  without  anhydrous  ether  to  act 
as  a  solvent.  The  flask  in  which  the  reaction  took  place  was  con- 
nected to  a  condenser  and  thence  to  a  tube  filled  with  carbide 
to  prevent  the  escape  of  water  vapor.  Ether  dried  over  sodium 
could  be  introduced  directly  or  could  be  distilled  through  a  phos- 
phorus pentoxide  tube  into  the  reaction  flask.  The  whole  appa- 
ratus could  be  swept  out  with  hydrogen  dried  over  phosphorus 
pentoxide. 

^  Compt.  rend.,  129,  p.  j6i;  x899>  "  Chcm.  News.  104«  p.  »6ii  1911. 
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The  greatest  difficulty  encountered  is  due  to  the  fact  that  cal- 
cium carbide  itself,  or  the  calcium  hydroxide  which  it  always  con- 
tains, appears  to  occlude  acetylene  which  it  holds  with  great 
tenacity  but  gives  off  slowly  for  long  periods.  It  may  be  that  the 
source  of  trouble  is  a  small  amount  of  water  which  is  held  by  the 
caldtmi  hydroxide  and  which  reacts  with  the  carbide  very  slowly. 
Whatever  the  exact  cause,  there  is  no  question  that  with  any 
carbide  obtainable  commercially  all  efforts  to  remove  this  acety- 
lene by  ignition  or  evacuation  have  proven  unsuccessful.  The 
acetylene  which  causes  the  trouble  may  be  removed  by  boiling  the 
carbide  two  or  three  times  with  an  anhydrous  liquid  such  as  ether. 
After  such  treatment  the  carbide  must  not  be  exposed  to  the  air 
even  for  an  instant.  After  the  reaction  between  the  carbide  and 
the  sample  being  tested  for  water  is  finished,  it  is  necessary  to 
remove  the  acetylene  produced  in  the  same  way  as  before  the  test. 
It  is  apparent  that  a  considerable  amount  of  ether  is  required 
for  the  two  purposes  and  that  a  large  volume  of  hydrogen  is 
required  to  sweep  out  the  apparatus  completely.  It  has  been 
found  almost  impossible  to  dry  ether  so  thoroughly  that  the 
amount  required  by  this  test  will  produce  no  acetylene  which  can 
be  detected.  Even  the  ether  from  a  bottle  entirely  filled  with  a 
loose  mass  of  sodium  wire,  which  remains  apparently  perfectly 
bright,  may  produce  a  surprising  amount  of  acetylene,  and  phos- 
phorus pentoxide  appears  to  lose  very  quickly  its  power  to  remove 
the  water  completely  from  ether  vapor.  It  is  consequently  very 
difficult  to  secure  consistent  blanks. 

A  second  source  of  difficulty,  which  has  been  recognized  by 
every  chemist  who  has  used  the  carbide  method  for  the  determi- 
nation of  water,  is  the  fact  that  the  calculated  amount  of  acetylene 
is  never  produced  from  a  known  quantity  of  water.  This  is  par- 
ticularly true  when  dealing  with  very  small  amounts  of  water. 
In  the  author's  experiments  the  amount  of  acetylene  produced 
has  varied  from  50  to  80  per  cent  of  the  calculate  amount,  gen- 
erally approaching  the  latter  figure. 

In  consequence  of  these  sources  of  difficulty  and  error,  tests 
made  with  the  colorimeter  have  little  more  significance  than  the 
much  simpler  qualitative  tests  described  in  the  next  section.  A 
negative  test  is  quite  conclusive,  but  the  detection  of  an  amount 
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of  acetylene  less  than  o.i  mg  has  little  more  than  qualitative 
significance. 

Negative  tests  have  shown  that  the  standard  samples  of  ben- 
zoic add,  naphthalene,  and  sugar  issued  by  this  Bineau  are  almost 
absolutely  anhydrous.  As  an  example  of  the  kind  of  results 
which  may  be  expected  when  water  is  present,  the  following  tests 
are  given  of  a  sample  of  alcohol  in  which  E.  C.  McKelvy,  of  this 
Bureau,  had  determined  the  amount  of  water  by  the  method  of 
critical  solution  temperature.** 

TABLE  4 
Detennination  of  Water  in  Alcohol 


By  crWcAl  loliitloa  tem- 
perature—A. Water 
fettnd 

By  carbide  method 

Ratiol 

B.  Water  found 

mg. 
1.0 
1.0 
6.0 
6.0 

50.0 

mg. 
0.48 
.58 
3.5 
3.6 
a  21. 2 

mg. 
0.62 
.80 
4.8 
5.0 
29.2 

0.62 
.80 
.80 
.82 
.59 

o  Acetylene  determined  gravimetrically. 

B.  QUALITATIVE  METHOD  BY  SOLUTION  OF  ACETYLENE 
IN  AN  ANHYDROUS  SOLVENT 

While  the  quantitative  determination  of  water  by  reaction  with 
calcium  carbide  and  distillation  of  the  evolved  acetylene  into  an 
absorbing  solution  is  a  complicated,  difficult,  and  unsatisfactory 
procedure,  the  detection  of  water  by  permitting  the  reaction  with 
carbide  to  take  place  in  the  presence  of  a  solvent  of  acetylene,  and 
adding  the  acetylene  solution  formed  to  a  cuprous  chloride  pre- 
cipitating solution,  is  rapid,  simple,  and  acctu-ate.  The  methods 
found  most  satisfactory  for  carrying  out  this  test  will  now  be 

described 

1.  PREPARATIOIf  OF  REAGENTS 

(a)  ANHTDROXTS  SOLVBHTS 

When  testing  for  water  in  organic  liquids  it  is  usually  most  con- 
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acetylene,  in  which  case  the  previous  preparation  of  an  anhydrous 
solvent  is  not  necessary.  In  applying  the  tests  to  solids,  however, 
it  is  necessary  to  allow  the  reaction  with  carbide  to  take  place  in 
the  presence  of  an  anhydrous  liquid,  preferably  a  solvent  of  the 
substance  under  test;  and  the  first  difficulty  met  with  in  the  use 
of  the  method  was  that  of  preparing  even  approximately  dry 
solvents.  Samples  of  gasoline,  benzene,  ether,  ethyl  acetate, 
amyl  alcohol,  amyl  acetate,  ethyl  alcohol,  methyl  alcohol,  acetone, 
chloroform,  carbon  tetrachloride,  carbon  bisulphide,  and  pyridine 
were  treated  with  calcium  chloride,  lime,  metaUic  sodium,  metallic 
calcium,  and  phosphorus  pentoxide,  except  in  those  cases  where 
a  given  drying  agent  was  known  to  be  inapplicable  on  account  of 
reaction  with  the  solvent.  The  five  solvents  first  mentioned  were 
thus  prepared  so  nearly  free  from  water  that  it  was  impossible 
to  detect  a  trace  of  acetylene  dissolved  in  them  after  several 
mmutes'  contact  with  calcitun  carbide.  Sodiiun  appeared  to  be 
the  best  drying  agent  for  the  hydrocarbons  and  ether,  and  calcium 
for  the  esters.  Drying  of  the  other  solvents  was  not  carried  to 
completion  by  the  above  treatment,  but  all  except  pyridine  were 
dried  sufficiently  to  be  used  successfully  as  solvents  for  substances 
containing  any  considerable  amount  of  water.  The  list  could, 
no  doubt,  be  extended  almost  indefinitely;  and  nearly  all,  if  not  all, 
of  those  liquids  mentioned  could  be  completely  dried  by  the  use 
of  proper  drying  agents  and  the  observance  of  suitable  precautions. 
AU  the  liquids  tested  in  this  investigation  were  found  to  dissolve 
enough  acetylene  to  give  the  desired  test.  Since  any  of  these 
solvents  will,  if  exposed  to  the  air  for  a  very  short  time,  absorb 
enough  water  to  show  a  decisive  test,  they  should  be  kept,  after 
being  dried,  in  bottles  coutaining  some  of  the  drying  agent  and 
commimicating  with  the  air  through  a  tube  containing  phosphorus 
pentoxide.  It  is  difficult  to  exclude  the  air  sufficiently  by  the  use 
of  ordinary  glass,  cork,  or  rubber  stoppers  unless  the  pressure 
differences,  due  to  temperature  changes,  are  eliminated  by  the  use 
of  a  drying  tube. 
The  most  sensitive  tests  are  obtained  when  a  solvent  is  em- 
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the  two  liquids  and  is  very  easily  detected.  If  a  fairly  large 
amount  of  acetylene  is  present,  the  aqueous  layer  dissolves 
enough  acetylene  to  form  a  precipitate  throughout  the  solution. 
When  the  acetylene  is  dissolved  in  liquids  miscible  with  water, 
such  as  alcohol  and  acetone,  the  copper  carbide  first  appears,  of 
coxu-se,  in  the  colloidal  form,  but  tmless  a  protective  colloid  is 
present  it  quickly  precipitates.  Since  the  precipitate  is  distrib- 
uted through  a  much  larger  volume  when  these  solvents  are  used, 
the  test  is  not  nearly  so  sensitive  as  with  ether  or  chloroform  with 
which,  as  above  noted,  the  precipitate  is  concentrated  in  a  single 
layer.  Ftnthermore,  with  some  of  the  miscible  solvents,  espe- 
cially with  acetone,  the  precipitation  does  not  appear  to  be 
always  complete.  In  fact,  it  is  sometimes  possible  to  discharge 
the  color  of  a  colloidal  solution  of  copper  carbide  by  adding  a 
large  excess  of  acetone. 

(6)  PRBPARATIOll  or  CnFROUS-CmX>RmB  SOLUTION 

In  case  alcohol  or  acetone  is  used  as  a  solvent  and  there  is  no 
substance  present  which  will  precipitate  gelatin,  it  is  probably 
best  to  use  a  reagent  which  will  keep  the  copper  carbide  in  the 
colloidal  form.     The  following  procedure  is  recommended: 

Make  up  a  solution  to  contain  0.5  g  of  gelatin  and  2.50  g  of 
hydroxylamine  hydrochloride  per  liter.  Take  a  volume  of  this 
solution  equal  to  the  volume  of  alcohol  or  acetone  to  be  tested 
for  acetylene,  add  an  equal  volume  of  concentrated  ammonium 
hydroxide  and  a  small  amount  (2  to  10  m  per  cubic  centimeter) 
of  cuprous  chloride.  As  soon  as  the  copper  salt  is  dissolved  add 
the  solvent  to  be  tested  for  acetylene. 

The  composition  of  the  solution  containing  the  colloid  is  now 
the  same  as  that  found  to  be  the  most  favorable  for  the  quantita- 
tive determination  of  acetylene,  and  the  amount  of  acetylene 
added  in  solution  may  be  determined,  if  desired,  by  a  colorimet- 
ric  comparison. 

When  solvents  are  used  which  are  immiscible  with  water,  or 
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what  different.  When  a  colloidal  solution  is  desired  it  is  neces- 
sary to  use  a  reagent  which  will  prevent  precipitation;  when  a 
precipitate  is  to  be  observed  a  reagent  must  be  used"  which  will 
favor  precipitation.  Ilosvay"  made  a  careful  study  of  the  com- 
position of  the  most  sensitive  reagent  for  this  pm^Kise;  he  recom- 
mends the  following  proportions  for  solutions  made  from  several 
salts: 

1.  0.75  g  copper  chloride  (CuCl3.3HaO),  1.5  g  ammoniam  chloride,  3  cc  ammonium 
hydroxide  (20  to  21  per  cent  NHj),  3  g  hydioxylamine  hydrochloride. 

2.  I  g  copper  nitrate  (Cu(NOs)2.5H20),  4  cc  ammonium  hydroxide,  3  g  hydioxy- 
lamine hydrochloride. 

3.  z  g  copper  sulfate  (CUSO4.5H2O),  4  cc  ammonium  hydroxide,  3  g  hydioxylamine 
hydiochloride. 

In  each  case  the  copper  salt  is  dissolved  in  a  small  amount  of 
water,  the  ammonia  and  hydroxylamine  hydrochloride  are 
added,  and  the  solution  is  diluted  to  50  cc.  The  first  of  these 
solutions  seems,  in  general,  to  give  the  most  satisfactory  results. 
This  solution  may  be  used  for  the  detection  of  acetylene  in  any 
of  the  solvents  previously  mentioned  except  carbon  bisulphide, 
which  is  reduced  to  hydrogen  sulphide  by  hydroxylamine  and  pre- 
cipitates the  copper  from  the  solution  as  a  sulphide.  When  it  is 
necessary  to  use  carbon  bisulphide  as  a  solvent  the  precipitating 
solution  must  be  made  up  from  cuprous  chloride  without  the  use 
of  any  reducing  agent.  It  is  very  difficult  to  prepare  such  a 
solution  which  is  entirely  colorless,  but  a  very  small  precipitate  of 
copper  carbide  may  be  readily  detected  even  in  a  deep-blue  solu- 
tion, and  tests  have  shown  that  the  presence  of  a  cupric  salt 
does  not  interfere  with  precipitation,  provided  a  sufficient  amount 
of  the  cuprous  salt  is  present. 

On  account  of  the  difficidty  caused  by  the  oxidation  of  cuprous 
to  cupric  chloride,  experiments  were  made  with  a  view  to  replacing 
the  copper  solution  with  an  ammoniacal  solution  of  a  silver  salt; 
but  the  white  or  yellowish  precipitate  of  silver  carbide  was  so 
much  less  characteristic  and  so  much  harder  to  detect  in  small 
amounts  than  the  red  copper  carbide  that  the  formation  of  the  latter 
is.  the  more  useful  test  even  when,  as  in  the  presence  of  carbon 
bisulphide,  the  copper  solution  used  can  not  be  decolorized. 

"  Ber..  Si,  p.  697;  i«9». 
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ic)  REMOVAL  or  ACBTTLSHB  FROM  CALCIUM  CARBIDB 

In  order  to  remove  the  acetylene  (or  water)  which  is  always 
contained  in  commercial  calcium  carbide,  it  is  necessary  to  boil 
the  carbide  with  one  or  two  portions  of  the  anhydrous  solvent, 
the  liquid  being  completely  evaporated  before  the  carbide  is 
used.  In  case  it  is  not  desired  to  use,  for  this  purpose,  the  solvent 
which  is  subsequently  employed  in  the  water  determination»  anhy- 
drous ether  may  always  be  used. 

2.  METHOD  OF  MAEDf  6  TEST 

The  test  for  water  is  carried  out  most  simply  by  adding  the 
substance  to  be  tested,  together  with  the  solvent,  to  a  few  pieces 
of  calcium  carbide  which  have  been  ''boiled  out,**  as  described  in 
the  preceding  paragraph,  in  a  test  tube.  The  test  tube  is  closed 
by  a  dry  cork  or  other  stopper  and  shaken  occasionally  without 
allowing  the  liquid  to  touch  the  stopper.  Two  or  three  min- 
utes' contact  with  the  carbide  is  usually  sufficient.  The  tube  is 
allowed  to  stand  long  enough  for  the  carbide  to  settle  and  the  clear 
solyent  decanted  into  the  cuprous  solution,  with  which  it  is  vig- 
orously shaken.  It  might  be  supposed  that  small  particles  of 
carbide  would  be  carried  into  the  aqueous  solution  and  that  the 
acetylene  so  produced  would  make  the  test  of  no  vdue;  but  very 
little  difficulty  is  experienced  from  this  source.  The  high  density 
of  the  carbide  causes  even  very  small  pieces  to  settle  rapidly,  and 
particles  which  are  carried  into  the  precipitating  solution  are 
immediately  surrotmded  by  a  dense  precipitate  which  causes  them 
to  appear  as  black  specks  easily  distinguished  from  the  bright  red, 
flocculent  precipitate  produced  by  dissolved  acetylene. 

In  testing  solids,  it  is  preferable  to  use  as  a  solvent  for  the 
acetylene  a  liquid  which  sdso  dissolves  the  solid  under  examination. 
This  is  not  absolutely  necessary,  however,  since  an  anhydrous 
liquid  will  generally  extract  water  quite  readily  from  a  solid  con- 
taining it,  provided  the  solid  is  in  a  fine  state  of  division.  Tests 
for  water  in  powdered  sugar  have  been  made  successfully  by  the 
use  of  ether,  in  which  sugar  is  nearly,  if  not  entirely,  insoluble. 
Tests  of  nonvolatile  acids  or  other  compounds,  which  it  is  not  de- 
sirable to  bring  into  contact  with  carbide,  may  be  made  by  adding 
an  anhydrous  liquid,  which  is  then  distilled  off  and  tested  for 
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water,  either  by  passing  over  carbide  in  vapor  form  or  in  the  usual 
manner  after  condensation.  Gases  may  be  tested  by  simply 
passing  over  carbide,  which  has  been  freed  from  acetylene,  and 
into  the  cuprous-chloride  solution. 

3.  BLANK  TESTS 

Whatever  procedm-e  is  adopted,  it  is  necessary  to  make  a  blank 
test  before  using  the  method  to  detect  water  in  the  sample  imder 
examination.  When  testing  an  organic  liquid  by  simple  contact 
with  carbide  and  decantation,  it  is  only  necessary  to  instu-e  the 
removal  of  all  acetylene  previously  held  by  the  carbide.  Boiling 
out  two  or  three  times  with  the  liquid  under  test  or  with  ether,  in 
the  manner  already  described,  is  always  sufficient  to  accomplish 
this.  Any  acetylene  found  in  portions  of  the  liquid  subsequently 
added  is  due  to  water  m  the  sample.  When  using  an  anhydrous 
solvent  or  when  distilling  in  hydrogen  it  is  necessary  to  make  the 
blank  test  in  the  same  manner  as  the  test  for  water. 

4.   COMPOnHBS  nfTBRFKUNO  WITH  THB  TEST 

The  usefulness  of  any  qualitative  test  is,  of  cotuse,  largely  deter- 
mined by  the  number  of  compoimds  which  will  give  the  reaction 
in  question.  Masson  ^  states  that  of  all  the  substances  dealt  with 
in  ordinary  drctunstances,  water  is  the  only  one  which  has  any 
chemical  action  on  carbide.  A  consideration  of  the  reaction 
between  water  and  cdcium  carbide  and  that  occurring  in  neutrali- 
zation shows  that  in  the  presence  of  an  acid  water  might  be 
expected  to  form  as  rapidly  as  it  is  removed  imtil  the  hydrogen 
of  the  acid  has  been  quantitatively  converted  into  acetylene  by 
the  following  cycle  of  reactions: 

CaC,  +  2H,0»Ca(0H),+C,H,  ' 
Ca(0H)3  +  2H(A)  =Ca(A),  +  2H,0 

In  the  case  of  the  weaker  organic  acids,  at  least,  this  does  not 
take  place,  probably  because  of  the  fact  that  no  neutralization 
occurs  in  a  nearly  anhydrous  solution,  and  the  formation  of  acety- 
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Masson  found  that  crystalline  acids  and  acid  salts,  including 
those  which  contain  water  of  crystallization  readily  removed  by 
esdcium  carbide,  do  not  react  as  acids,  when  treated  with  calcitun 
carbide,  with  either  the  carbide  or  the  calcium  hydroxide  resulting 
from  reaction  with  the  water  of  crjrstallization.  Experiments  by 
the  author  with  acids  in  anhydrous  solution  showed  that  in  some 
cases,  at  least,  the  acid  in  solution  is  quite  as  inactive  as  were  the 
acids  in  Masson's  experiments.  Thus  a  i  g  sample  of  fused  benzoic 
acid  was  dissolved  in  ether  and  boiled  with  calcium  carbide  under 
a  reflux  condenser  for  15  minutes  without  producing  a  trace  of 
acetylene.  Solutions  of  oleic  and  phthalic  acids  have  been  found 
to  behave  in  the  same  manner.  Ordinary  glacial  acetic  acid 
reacts  vigorously  with  the  production  of  acetylene,  but  neither 
acetic  anhydride,  nor  acetic  acid  containing  a  considerable  excess 
of  acetic  anhydride,  do  so.  Stilphuric  acid  of  all  concentrations, 
including  that  containing  an  excess  of  sulphiu*  trioxide,  causes  a 
continuous  slow  evolution  of  acetylene.  Even  in  cases  when 
acetylene  is  evolved  on  testing  the  weaker  organic  acids,  it  would, 
of  cotu-se,  be  impossible  to  say,  without  first  testing  acids  of 
known  water  content,  how  much,  if  any,  of  the  acetylene  was 
formed  by  the  acid  itself. 

In  his  experiments  upon  the  determination  of  water  by  the 
measurement  of  the  acetylene  evolved,  McNeil^*  fotmd  that  a 
larger  volume  of  gas  was  evolved  from  glycerol  and  from  oleic 
acid  than  could  be  accoimted  for  by  the  amotmt  of  water  present 
In  view  of  the  behavior  of  related  compotmds,  it  seemed  improb- 
able that  this  could  be  due  to  the  production  of  acetylene  from 
the  compoimds  themselves,  except  that  in  the  case  of  oleic  acid 
continuous  neutralization  and  reaction  with  the  water  so  formed 
might  be  expected  to  take  place  as  with  any  other  acid.  In  order 
to  test  this  point,  thoroughly  dried  samples  of  the  two  compounds 
were  prepared.  The  large  water  content  of  the  best  samples 
available  was  not  materially  reduced  by  heating  for  three  hours  at 
loo*',  in  a  stream  of  air  dried  over  phosphorus  pentoxide  and  at  a 
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repeated  several  times.  Glycerol  was  treated  in  the  same  way, 
using  alcohol  as  a  solvent  instead  of  ether.  By  this  procedure, 
both  oleic  add  and  glycerol  were  obtained  which  did  not  give  any 
trace  of  acetylene  after  contact  with  calcium  carbide,  either  when 
used  alone  or  in  solution  in  ether  or  alcohol.  An  elevated  tem- 
perature (as  high  as  120^)  did  not  cause  any  reaction  which  could 

be  detected. 

5.  SBNSmVBlVBSS  OF  TEST 

This  method  for  the  detection  of  water  is  very  sensitive.  Nu- 
merous tests  were  made  by  the  simple  method  of  decantation  of 
the  solvent  after  contact  with  carbide,  using  samples  of  gasoline, 
benzene,  and  ether,  which  gave  perfect  blank  tests.  Ejiown 
amounts  of  water  were  introduced  by  adding  nearly  absolute 
alcohol,  the  water  content  of  which  had  been  determined  by  E.  C. 
McKelvy,  of  this  Bureau,  by  the  method  of  critical  solution 
temperature.^ 

The  results  indicated  about  the  same  degree  of  sensibility  in 

the  case  of  the  three  above-named  solvents,  o.oi  to  0.03  mg  of 

water  per  cubic  centimeter  of  the  solution  in  contact  with  the 

carbide  being  the  limit  at  which  the  formation  of  a  precipitate 

could  be  detected.    Other  tests  made  by  adding  a  known  weight 

of  water  dissolved  in  anhydrous  ether  showed  about  the  same 

sensibility.    Tests  made  upon  other  solvents,  in  which  a  blank 

test  showed  a  trace  of  water,  indicated  that  the  test  made  with 

alcohol  was  less  sensitive  than  with  the  solvents  mentioned  above, 

but  more  sensitive  than  with  acetone.     Ethyl  acetate,  chloroform 

and  carbon  tetrachloride  showed  about  the  same  sensibility  as 

ether. 

SUMMARY 

A  colorimetric  method  for  the  detection  of  small  amounts  of 
acetylene  has  been  developed  in  the  course,  of  an  investigation 
upon  the  determination  of  small  amounts  of  water  by  the  use  of 
calcium  carbide.  The  results  upon  the  quantitative  determination 
of  water  have  not  been  satisfactory,  but  a  simple  and  very  sensitive 
qualitative  test  for  water  is  easily  made. 

The  method  for  the  determination  of  acetylene  has  been  worked 
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gas  to  be  investigated  into  an  ammoniacal  solution  of  cuprous 
chloride  containing  gdatine  and  alcohol,  and  comparing  the  rod 
colloidal  solution  so  obtained  with  a  suitable  standard,  whidi 
may  be  either  a  solution  of  red  d)re  or  a  piece  of  ruby  glass. 

After  a  careful  investigation  of  the  effect  of  varying  the  com* 
position  of  the  absorbing  solution  the  followit^  procedure  was 
adopted  in  making  up  the  solution:  Dissolve  0.25  g  of  gelatin  in 
hot  water,  dilute  to  500  cc,  and  add  500  cc  of  95  per  cent  alcohol 
and  1 .25  g  of  hydroxy lamine  hydrochknide.  To  20  cc  of  this  solu- 
tion add  ID  cc  of  concentrated  ammonium  hydroxide  and  a  small 
amount  of  cuprous  chloride.  After  the  absorption  of  the  acety- 
lene the  solution  is  diluted  to  100  cc  and  compared  in  a  color- 
imeter with  the  standard  which  has  been  chosen.  The  standard 
used  in  the  experimental  work  was  a  solution  containing  chro- 
manilbraun  R,  carmoisine  B,  and  gum  arabk.  A  more  conven- 
ient, though  less  acctu^te,  standard  is  a  fixed  depth  of  a  solution 
of  azolitmin.  If  10  cm  of  a  solution  of  azolitmin  containing  i  part 
of  the  dye  to  2500  parts  of  water  is  used  as  standard,  the  amotmt 
of  acetylene  in  100  cc  of  colloidal  solution  may  be  calculated  from 
the  equation  X-o.i3y-f  0.03,  where  X=«nmnber  of  milligrams 
of  acetylene  and  y  » i  o  -s-  number  of  centimeters  of  colloidal  solution 
required  to  match  the  standard. 

The  method  is  very  sensitive.  Amounts  of  acetylene  as  small 
as  0.03  mg  may  be  detected  and  amounts  up  to  2  mg  may  be 
determined  with  an  accuracy  of  better  than  0.05  mg. 

Hydrogen  sulphide  and  large  amounts  of  ox3rgen  and  carbon 
dioxide  interfere  with  the  test,  but  all  of  these  may  be  removed 
by  passing  the  gas  to  be  tested  through  a  hot  alkaline  solution  of 
p3ax>gallol  without  loss  of  acetylene. 

A  qualitative  test  for  water,  sensitive  to  less  than  o.i  mg,  may 
be  very  easily  and  quickly  made  by  bringing  the  substance  to  be 
tested  into  contact  with  calcium  carbide  in  the  presence  of  a  sol- 
vent for  acetylene,  which  is  then  decanted  or  distilled  into  an 
ammoniacal  solution  of  cuprous  chloride.     Nearly  all  the  com- 
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as  hydrogen  sulphide,  which  precipitate  cuprous  salts  from  solu- 
tion. 

The  investigation  required  some  experiments  upon  the  deter- 
mination of  larger  amounts  of  acetylene  by  precipitation  with 
cuprous  chloride  and  subsequent  determination  of  the  copper. 
It  J^ras  found  that  in  order  to  obtain  accurate  results  by  this 
method  it  is  absolutely  necessary  to  carry  out  the  filtration  and 
jf7ashing  of  the  precipitate  in  the  absence  of  air. 

Washington,  November  2,  1915. 
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I.  INTRODUCTION 
1.  prelhonart 

One  of  the  most  important  factors  in  the  development  of  the 
sugar  industry  in  the  last  few  years  has  been  the  increased  accuracy 
in  the  testing  of  sugars  and  sugar  products.  The  same  period  has 
also  seen  an  augmented  use  of  the  saccharimeter  *  as  an  instru- 
ment of  precision  for  general  scientific  research.  It  is  therefore 
important  that  all  questions  regarding  the  accuracy  of  the  f imda- 
mental  constants  of  sugar  polarimetry  *  as  well  as  any  imcertainty 
regarding  the  basis  of  standardization  be  eliminated. 

In  the  development  of  apparatus  for  the  analysis  of  sugars  the 
necessity  for  rapidity  and  simplicity  has  resulted  in  these  factors 
being  given  consideration  almost  commensurate  with  that  of 
acctu-acy.  Thus,  sugar-testing  polariscopes  are  so  designed  that 
the  reading  of  the  scale  gives  the  percentage  of  sucrose  directly. 
This  has  been  attained  in  the  following  way: 
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Let  the  rotation,  for  plane-polarized  light,  of  a  100  cc  solution 
containing  M  grams  of  sucrose  be  ^.  If  a  second  solution  contain 
M  grams  of  an  impure  sugar  in  100  cc,  its  rotation  will  be  <l>\ 
Let  p  be  the  per  c^it  of  sucrose  in  the  impure  sugar.  Since  the 
concentration  of  the  first  solution  is  M,  the  concentration  of  the 

second  solution  is  ^ — .     If  we  asstmie  that  the  rotation  of  a 
100 

sugar  solution  is  proportional  to  its  concentration,   we  have 

/)«=:^ — —-.     Hence,  if  4>  be  assumed  100  and  the  scale  on  which 

the  rotation  is  measm-ed  be  so  marked  when  the  first  solution  is 
read,  the  reading  of  the  second  solution  gives  directly  the  per- 
centage of  sugar  present.  Usage  has  designated  M  as  the  normal 
weight  and  the  first  solution  as  the  normal  solution.  If  M  be  a 
fixed  value,  ^  is  the  rotation  of  the  normal  solution,  and  since  it 
fixes  the  lOo*'  S  (see  p.  71)  point  of  the  saccharimeter,  its  value  in 
circular  degrees  for  monochromatic  light  is  a  f tmdamental  constant. 
In  practice  it  has  long  been  foimd  advantageous  to  control  the 
reading  of  the  scale  by  the  use  of  the  unchanging  quartz  plate, 
thereby  obviating  the  difficult  measurement  with  the  normal 
sugar  solution.  Thfe  normal  quartz  plate  may  be  defined  as  that 
plate  which  has  the  same  rotation  on  the  saccharimeter  as  the 
normal  solution.  It  must  read  100  on  the  quartz-wedge  scale. 
In  determining  the  value  of  a  plate,  however,  it  is  desirable  to 
take  advantage  of  the  high  precision  afforded  by  the  polarimeter 
in  which  monochromatic  light  is  used.  It  thus  becomes  necessary 
to  know  accurately  the  rotation  in  circular  degrees  of  the  normal 
quartz  plate  for  the  wave  length  of  the  monochromatic  light 
source.  This  value  is  known  as  the  conversion  factor,  because  the 
value  of  any  plate  in  terms  of  the  normal  sugar  solution  may  be 
obtained  directly  by  dividing  its  rotation  in  circular  degrees  by 

the  ^^^^^ L — ?r.    Xhe  value,  once  it  is  established,  becomes 

100 

the  permanent  record  of  the  series  of  measurements  which  estab- 
lish the  100°  point  of  the  saccharimeter.  The  accurate  determina- 
tion of  the  conversion  factor  is  thus  of  great  importance;  and  the 
necessity,  for  scientific  and  industrial  purposes,  that  there  be 
agreement  on  the  magnitude  of  this  constant  by  the  different 
governments  is  apparent. 
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2.  THB  VBNTZKB  SCALB 

Uncertainty  regarding  the  exact  basis  of  standardization  has 
existed  from  the  banning  of  the  development  of  methods  for 
sugar  testing.  Ventzke^  early  proposed  as  the  normal  sugar  solu- 
tion one  which  should  have  at  i7?5  a  specific  gravity  of  i.ioo 
referred  to  water  at  i7?5.  This  solution  contains  in  loo  cc 
26.048  g  of  sugar,  weighed  in  air  with  brass  weights.  Subse- 
quently the  Mohr  flask  (100  Mohr— 100.234  cc)  displaced  the 
loo-cc  flask  and  saccharimeter  scales  were  graduated  accordingly. 
Most  of  the  instruments  now  in  use  are  thus  graduated  according 
to  the  following  definitions:  The  normal  sugar  solution'  contains 
26.048  g  of  sucrose,  weighed  in  air  with  brass  weights,  in  100  Mohr 
cc  at  i7?5  C.  This  is  polarized  at  i7?5  C  in  a  20-cm  tube,  the 
quartz  wedges  of  the  saccharimeter  being  at  1 7?5  C.  SchSnrock  * 
determined  the  conversion  factor  for  X- 5892.5  A*  and  obtained 
the  value 

ioo^V-34?68±o?02  at  i7?5  C  or 

100^ -34? 69  at  20°  C.  (i) 

This  measurement  has  never  been  made  at  the  Bureau  of  Stand- 
ards. 

3.  SCALB  OF  THB  INTERNATIONAL  SUGAR  COMMISSION 

Because  of  the  confusion  resulting  from  the  use  of  the  Mohr 
flask,  and  the  inconvenience  of  a  temperature  of  i7?5  C,  the 
International  Sugar  Commission  in  1900*  adopted  the  following 
rational  basis  of  standardization  which  has  been  generally  applied 
by  makers  of  saccharimeters: 

(i)  In  general,  all  sugar  tests  shall  be  made  at  20°  C. 
.  (2)  The  graduation  of  the  saccharimeter  shall  be  made  at  20*^  C. 
Twenty-six  grams  of  pure  sugar,  dissolved  in  water,  and  the 
volimie  made  up  to  100  metric  cubic  centimeters,  or  during  the 
period  of  transition  26.048  g  of  pure  sugar  in  100  Mohr  cubic 
centimeters,  all  weighings  to  be  made  in  air  with  brass  weights, 

*  Ventzke.  Prakt.  Chcm..  86,  p.  84  (x84a);  fS,  p.  xxz  (1843). 

*  Landolt,  Optisdie  Drebtmgs-veniiSgeii.  p.  335  (1898). 
^Sdidnrock.  Zs.  Instrk..  16,  p.  349  (1896). 

*  The  Angstrom  unit  (A)  whidi  is  commooly  used  in  desifuftting  the  wave-length  of  Hght  is  00c  ten- 
thousandth  of  a  millimeter  (icr*  mm). 

*  Zs.  Ver.  Zuckerind.,  60, 1,  p.  357  (1900);  Wiechmann's  Sugar  Analysis,  3d  ed.,  p.  a»»  (19x4). 
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the  completion  of  the  voltime  and  the  polarization  to  be  made  at 
20°  C  on  an  instrument  graduated  at  20°  C,  should  give  an  indica- 
tion of  100  on  the  scale  of  the  saccharimeter. 

(3)  Preparation  of  pure  sugar:  Purest  commercial  sugar  is  to 
be  further  purified  in  the  following  manner :  A  hot  saturated  aque- 
ous solution  is  prepared  and  the  sugar  precipitated  with  absolute 
ethyl  alcohol;  the  sugar  is  carefully  spim  in  a  small  centrifugal 
machine  and  washed  in  the  latter  with  absolute  alcohol.  The 
sugar  thus  obtained  is  redissolved  in  water,  the  sattuated  solu- 
tion again  precipitated  with  alcohol  and  washed  as  above.  The 
product  of  the  second  crop  of  crystals  is  dried  between  blotting 
paper  and  preserved  in  glass  vessels  for  use.  The  moisture  still 
contained  in  the  sugar  is  determined  and  taken  into  account 
when  weighing  the  sugar  which  is  to  be  used. 

The  method  of  the  international  commission  was  early  adopted 
by  this  Bureau  as  the  official  method.  Saccharimeters  designed 
for  26.048  g  in  100  Mohr  cc  at  1 7?5  C  merely  need  to  be  controlled 
by  a  quartz  plate  standardized  for  26  g  in  100  cc  at  20*^  in  order 
that  they  may  give  polarizations  nearly  identical  with  sacchari- 
meters designed  for  the  new  scale. 

4.  THE  HBRZFBLD-SCH5NR0CK  mVBSTIOATION 

The  change  in  the  basis  of  standardization  made  necessary  a 
revision  of  the  lOo*'  point  and  a  new  determination  of  the  con- 
version factor  to  replace  the  old  value,  lOO*'  Ventzke^-34?69 
circular  degrees  at  20°  C.  The*  investigations  were  made  by 
Herzfeld*  and  his  coworkers,  in  the  Institut  fflr  Zucker-Industrie, 
and  Schdnrock*  of  the  Physikalisch-Technische  Rdchsanstalt. 

Ten  quartz  plates  having  rotations  approximately  equal  to  the 
normal  plate  were  examined  at  the  Rdchsanstalt  for  optical 
purity,  plane  parallelism,  and  axis  error.  The  rotation  values  in 
circular  d^rees  for  q>ectrally  purified  sodium  light  (X  -  5892.5  A) 
were  also  determined  at  the  Reichsanstalt.    The  rotation  values 


&  as  the  word  Ventzke  in  the  c9Ci>rcMkn  xoo*  Ventzke  or  zoo*  V  has  become  indissolubly  linked 
Vftli  the  older  scale  and  tlnu  ooovcyi  a  definite  idea  of  the  vahiet  pertaining  to  that  tode,  its  nse  has  been 
I  to  that  scale  at  this  Burcao.    For  the  scale  adopted  by  the  international  conunisrion  the  word 
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in  sugar  degrees  were  measured  at  the  Institut  filr  Zucker- 
Industrie  in  conformity  with  the  definition  of  the  new  sugar 
scale.  The  source  of  light  was  a  Welsbach  gas  mantle.  The 
radiation  was  filtered  through  a  layer  of  a  6  per  cent  potassium 
bichromate  solution  15  mm  thick  before  it  entered  the  polarizing 
system.  The  results  of  the  investigation  are  simmiarized  by 
Schonrock*®  in  Table  i,  where  v  is  rotation  in  sugar  degrees,  a, 
rotation  m  circular  degrees,  and  u,  rotation  of  the  normal  plate  in 


circular  degrees:  u^ 


looa 

V 


and  1;' 


ioo« 
'34.657 


TABLE  1 
Summary  of  Herzfeld-Schtfiirock  Meftstsrements 


Plato  No. 

V 

iniofar 
dtgreet 

in  circtilir 

in  circtilir 
d«fra« 

intitfftr 
diglMI 

1 

2 

5 

4 

5 

6 

1  99 

* 

99.72 
96.97 
96.49 
96.85 

ioa97 

lOOiOO 
99.99 

100.00 
99.97 

100.05 

34.529 
33.577 
34.114 
33.575 
35.035 
84.683 
34.640 
34.654 
34.638 
34.660 

34.626 
34.626 
34.658 
34.667 
34.698 
34w688 
34.643 
34.654 
34.648 
34.663 

99.63 
96.88 
9a  43 
96.88 
10L09 

loajos 

99. 9S 
99.99 

99.95 

ieao7 

+0.09 

2  99 

+ao9 

S99 

aoo 

499 

—a  03 

5  99 

—a  12 

6  99 

~ao8 

7  99 

+ao4 

9  99        

+aoi 

9  99 

+O102 

10  99 

^ao2 

Metn  34.657  B  (10>-  ±0.023. 


The  data  show  that 


ioo*'sugar-34?657±o?023(X  =  5892.5  A)at20^C.         (2) 

which  by  definition  is  the  rotation  of  the  normal  quartz  plate. 
It  will,  however,  be  observed  that  the  variations  in  the  values  of  u 
are  considerably  larger  than  shotild  be  expected,  the  maximum 
deviation  from  the  mean  being  o?04i .  Only  a  small  part  of  each 
of  these  differences  is  to  be  sought  in  the  values  of  a.  and  we  are 
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5.  PORPOSB  AHD  OUTUNB  OF  THE  PRBSBNT  INVESTIGATION 

For  some  years  it  has  been  noted  at  this  Bureau  that  the  normal 
sugar  solution,  prepared  from  samples,  both  of  cane  and  of  beet 
origin,  issued  by  the  Institut  fiir  Zucker-Industrie,  reads  less 
than  100*'  S  on  the  saccharimeter  scale.  Because  of  this  fact  and 
of  the  necessity  of  the  Bureau  making  careful  scrutiny  of  the  values 
of  fundamental  constants  used  in  its  standardizations,  the  follow- 
ing investigation  was  undertaken.     Owing  to  the  absence  of  a 

,.  more  accurate  value,  and  the  desirability  of  a  imiform  procedure 

among  the  different  standardizing  institutions,  34?657  has  thus 
far  been  accepted  by  the  Bureau  as  the  value  of  the  conversion 
factor. 

j  The  value  of  the  conversion  factor  determined  by  Herzfeld  and 

Schonrock,  as  stated  above,  is  for  spectrally  ptuified  sodium  light, 

*  the  optical  center  of  gravity  of  D^  and  D,  being  taken  as  5892.5  A. 

\  It  is  to  be  regretted  that  they  did  not  measure  the  rotation  of 

I  the  normal  solution  in  circular  degrees.     It  has  been  shown  "  by 

one  of  us  that  the  so-called  yellow-green  line,  X  =  546i  A  of  the 

J  mercury  spectrum  possesses  marked  advantages  over  X  =  5892.5  A 

f  as  the  standard  light  source  for  polarimetric  work.     It  is  more 

stable,  has  a  greater  intensity,  and  is  far  easier  to  obtaii^  ptu-e  at 
the  high  intensity  required  We  have  therefore  utilized  this 
merciuy  line  as  the  fundamental  source  upon  which  all  our  meas- 
urements are  either  directly  or  indirectly  based.  With  this  source 
it  is  far  easier  to  measure  with  high  precision  the  rotation  of  quartz 
plates  and  of  the  diflBcultly  prepared  normal  solutions.  A  smaller 
number  of  determinations  is  required  and  the  labor  of  maintaining 
constant  temperatures,  preparation  of  materials,  etc.,  is  reduced. 
It  is  then  possible  to  utilize  accurately  determined  ratios  to  obtain 
the  rotations  for  other  light  sources.  Thus  we  have  determined 
the  conversion    factor   for   X-5461  A,    and    since   the   ratio, 

^-?s9a.?A^  where  ^  is  the  rotation  of  quartz,  has  been  accurately 

measured  at  this  Bureau,  we  may  obtain  the  value  of  the  con- 
version factor  in  terms  of  X  -5892.5  A,  as  well  as  calculate  it  by 
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determined  a  similar  ratio  for  sucrose  and  thus  obtained  the 
rotation  of  the  normal  solution  for  X  —  5892.5  A. 

A  survey  of  the  literature  shows  the  large  amount  of  work  that 
has  been  done  by  different  investigators  upon  the  specific  rota- 
tion, as  compared  with  the  other  optical  constants  of  sucrose,  and 
the  agreement  between  the  different  values  found  is  such  that  we 
can  assume  the  specific  rotation  to  be  known  with  considerable 
accuracy.  Having  determined  the  rotation  of  the  normal  solution 
for  X  — 5892.5A  we  have  calculated  the  specific  rotation  and  thus 
obtained  a  direct  comparison  of  our  work  on  the  100®  S  point  with 
previous  investigations  on  the  specific  rotation.  We  have  also 
made  many  other  experiments  and  with  the  aid  of  the  data  secured 
we  have  been  able  to  secure  values  for  a  number  of  other  important 
constants. 

In  carrying  out  this  work  we  have  devoted  much  effort  to 
securing  sucrose  of  as  high  a  degree  of  purity  as  possible.  Pre- 
vious methods  for  the  preparation  of  chemically  pure  sucrose  have 
consisted  almost  exclusively  of  some  mode  of  precipitation  from 
aqueous  solution  by  alcohol.  While  these  methods,  if  great  care 
in  manipulation  is  taken  and  if  the  substance  is  not  permitted 
to  remain  long  in  hot  solution,  are  capable  of  yielding  material 
of  high  purity,  it  seemed  advisable  in  undertaking  a  study  of  the 
purification  to  utilize  as  great  a  variety  of  methods  of  preparation 
as  possible. 

The  method  of  purification  which  has  been  of  such  importance 
in  industrial  sugar  work,  but  which  has  been  practically  overlooked 
as  a  means  of  preparing  the  chemically  pure  substance,  is  that  of 
crystallization  from  pure  aqueous  solution.  As  this  method  has 
proved  a  most  economical  one,  both  in  respect  to  time  and  material, 
we  have  used  it  as  our  main  reliance  in  preparing  sucrose  for  the 
manifold  uses  of  the  Btu-eau  of  Standards. 
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IL  PREPARATION  OF  MATERIALS 

1.  ACCESSORY  MATERIALS 

(a)  Watbr. — ^For  the  preliminary  operations  of  purification 
once-distilled  water  was  used;  for  the  more  careful  work  the 
water  was  redistilled  after  the  addition  of  a  small  quantity  of 
alkali  and  potassium  permanganate.  The  first  third  of  the  dis- 
tillate was  rejected. 

(b)  Ethyl  Alcohol. — Commercial  grain  alcohol  was  redistilled 
after  the  addition  of  caustic  alkali.  The  first  and  final  fourths  of 
the  distillate  were  rejected.  For  the  more  careful  work  the  selected 
portion  was  redistilled  and  the  middle  fraction  again  selected. 
No  attempt  was  made  to  eliminate  moisture.  The  product 
answered  the  requirements  of  the  present  work  if  it  was  free  from 
acids  and  if  it  evaporated  without  residue.  The  aldehyde  content 
was  too  small  to  be  made  evident  by  the  caustic  alkali  or  silver 
nitrate  tests. 

(c)  Methyl  Alcohol. — ^The  impure  material  was  shaken  with 
lime  and  distilled.  The  first  and  last  fifths  of  the  distillate  were 
rejected.  The  middle  portion  was  again  distilled  from  lime  and 
only  the  middle  third  utilized  for  experiment. 

2.  crystallization  of  sucrose  from  aqueous  solution 

Through  the  courtesy  of  Dr.  F.  G.  Wiechmann  a  quantity  of 
the  purest  cane  sugar  of  commerce  was  obtained.  It  was  dissolved 
in  distilled  water  to  form  a  40-50  per  cent  solution.  This  solution 
in  addition  to  solid  insoluble  impurities  contained  suspended 
albtmienoid  material  which  had  escaped  clarification  in  the  refin- 
ing process.  This  material  in  the  main  passed  through  filter 
paper  and  was  not  entirely  removed  even  after  recrystallization. 
To  remove  it  the  dilute  sugar  solution  was  shaken  thoroughly 
with  a  quantity  of  **  altunina  cream  "  which  had  been  washed  free 
from  dissolved  substances.  It  was  then  poured  on  large  folded 
filters  of  hardened  filter  paper.  The  filtrate  was  brilliant  in 
appearance  and  entirely  free  from  suspended  material. 

The  boiling  of  the  solution  to  the  required  supersaturation 
was  accomplished  in  the  vacuiun  boiling  apparatus,  which  is 
shown  diagrammatically  in  Fig.  i.    The  entire  assembly,  with  the 
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exception  of  the  aluminum  vessel  B  and  condensing  coils  C, 
is  of  glass,  and  with  the  exception  of  the  small  asbestos  filter  the 
sirup  never  comes  in  contact  with  any  other  substance.  The 
evacuating  is  done  by  a  pump  connected  at  D.  The  solution  is 
placed  in  the  flask  A ,  and  the  entire  system  evacuated  up  to  the 
cock  E.  This  cock  is  then  carefully  opened  and  the  solution 
slowly  driven  through  the  asbestos  filter  into  the  boiling  flask  F, 
capacity  13  liters.     Here  it  is  warmed  by  the  water  bath,  and  the 


Fig.  I. — Vacuum  apparatus  for  concentrating  sirups 

temperature  of  the  sirup  noted  on  the  thermometer  G.  In  order 
to  obtain  any  desired  boiling  point  it  is  only  necessary  to  regulate 
the  pressure.  The  degree  of  the  vacuum  is  indicated  by  the 
mercury  gauges  H  H.  The  efficiency  of  the  assembly  is  such 
that  sirup  is  rapidly  brought  to  the  desired  concentration  of 
about  80  per  cent  at  a  temperature  below  -^2°  C.    This  is  made 
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lubricated  with  water  or  sugar  sirup.  As  raindly  as  the  vapors 
condense  they  pass  into  the  vessel  J,  and  subsequently  by  closing 
the  cock  L  and  opening  M  are  expelled  into  K,  from  which  the 
liquid  is  eventually  driven  into  the  waste. 

The  question  of  size  of  crystals  is  of  the  first  importance.  In 
general  the  smaller  the  crystals  the  less  the  included  mother 
liquor.  When  the  solution  in  the  boiling  flask  F  has  reached  the 
desired  concentration,  the  vacuum  is  broken  at  N  and  the  solution 
poured  out  to  crystallize.  Crystallization  does  not  b^n  in  these 
ptue  solutions  tmtil  they  are  seeded  with  a  few  fine  oystals  of 
sugar.  This  is  done  after  the  solution  is  removed  from  the  boiling 
flask.  Two  methods  of  crystallization  were  used.  In  the  first 
the  concentrated  solution  is  transferred  to  a  precipitation  jar. 
It  is  then  carefully  stirred  with  a  glass  rod  provided  with  a  glass 
shield.  This  procedure  gives  satisfactory  results  so  far  as  the 
size  of  crystals  is  concerned,  but  it  is  laborious.  In  the  second  the 
liquid  is  transferred  to  a  crystallizer  consisting  of  a  glass  flask  or 
bottle  held  securely  in  a  hardwood  box  mounted  on  bearings 
and  driven  by  an  electric  motor.  After  standing  overnight,  the 
crystal  mass  is  poured  on  a  centrifuge  and  thoroughly  drained 
of  mother  liquor. 

After  considerable  experimenting  with  ordinary  laboratory 
centrifuges,  including  the  construction  of  three  baskets  in  the 
Bureau  of  Standards  shops,  it  was  fotmd  that  an  especially 
designed  cenftifuge  was  necessary  for  the  present  work.  A  cross 
section  of  the  one  finally  utilized  is  shown  in  Fig.  2.  This  centri- 
fuge was  built  for  this  work  by  the  International  Instnunent  Co. 
of  Cambridge,  Mass.,  and  has  met  all  requirements.  Its  height 
over  all  is  2  feet,  and  it  requires  but  4  square  feet  of  floor  space. 
All  siuiaces  with  which  either  the  crystals  or  the  mother  liquor 
can  come  in  contact  are  silver  or  nickel  plated.  The  basket  is 
carried  on  the  end  of  the  vertical  shaft  of  a  three-fourths  horse- 
power motor.  It  has  an  inside  diameter  of  gyi  inches  and  is 
capable  of  carrying  10  potmds  of  sugar.  The  heavy  cover  is  held 
in  place  by  a  number  of  set  screws  A  A  and  may  be  readily 
detached  in  order  to  facilitate  the  removal  of  the  centrifuged 
materiaL  The  lining  to  be  satisfactory  must  retain  very  small 
crystals,  permit  of  free  drainage  of  the  mother  liquor,  and  be  able 
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to  stand  the  severe  strains  incidental  to  high  speeds.  No  single 
lining  is  available  that  will  meet  all  these  requirements.  The 
built-up  lining  used  consisted  of  two  layers,  the  outer  one  being  the 
regular  copper  centrifuge  lining  with  elongated  conical  holes, 


Fig.  2. — CetUrifuge 
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the  contents  of  the  basket  as  well  as  the  mpther  liquor  are  safe 
from  contamination  by  the  air  of  the  room.  The  speed  of  rotation 
of  the  basket  is  controlled  by  a  rheostat  in  series  with  the  motor. 
In  order  to  secure  a  proper  distribution  of  the  crystals  and  insure 
smooth  running  of  the  basket,  the  crystal  mass  is  introduced 
while  the  machine  is  stationary  or  running  at  very  low  speed. 
The  speed  is  gradually  increased  as  the  mother  liquor  runs  off. 
Any  desired  ntunber  of  revolutions  per  minute  may  be  obtained 
up  to  3000.  After  a  thorough  draining  on  the  centrifuge  the 
crystals  are  washed  several  times  with  pure  redistilled  alcohol, 
and  finally  placed  to  dry  on  a  plate  of  glass  carefully  protected 
from  dust. 

With  but  little  variation  from  this  procedure  a  large  number  of 
samples  were  prepared  and  a  study  of  the  progress  of  the  purifica- 
tion was  made.  What  success  in  purification  we  attained,  the 
following  arguments  are  intended  to  show:  If  we  assume  that  a 
given  sample  of  st^;ar  is  contaminated  by  all  sorts  of  impurities, 
these  would  be  grouped  in  the  following  classes:  (a)  Soluble  inor- 
ganic salts;  (6)  organic  substances  which  reduce  alkaline  copper, 
such  as  invert  sugar;  (c)  organic  substances,  possibly  allied  to 
sucrose,  which  do  not  reduce  copper;  and  {d)  moisture. 

3.  DBTBRMINATION  OF  ASH 

Inorganic  impurities  are  made  evident  by  a  determination  of 
the  ash.  Inasmuch  as  most  samples,  after  two  recrystallizations, 
showed  less  than  o.i  mg  of  ash  remaining  from  a  5  g  sample,  it 
was  concluded  that  inorganic  impurities  were  satisfactorily 
removed  by  this  method  of  recrystallization. 

4.  BUMDIATIOH  OF  RSDUCIHO  SUBSTANCES 

In  the  estimation  of  the  small  quantity  of  reducing  sugar 
remaining  after  recrystallization,  it  was  found  to  be  impossible  to 
make  use  of  any  of  the  published  empirical  tables,  since  these  are 
based  upon  an  asstuned  purity  of  the  sucrose  used  in  computing 
the  tables,  whereas  the  degree  of  purity  of  the  sucrose  is  the  prob- 
lem to  be  solved.  A  few  experiments  served  to  show  that  the 
standard  methods,  in  which  are  employed  the  various  modifica- 
tions of  Fehling's  solution  with  its  large  quantity  of  free  caustic 
alkali,  gave  but  little  clue  to  the  amount  of  reducing  substances 

41410^—16 6 


Digitized  by 


Google 


8o  Bulletin  of  the  Bureau  of  Standards  [va.  13 

present.  As  an  example,  an  experiment  with  the  Soxhlet  sohi- 
tion,  according  to  the  method  of  Herzfeld,  yielded  for  a  10  g 
sample  of  the  sucrose  approximately  37  mg  of  copper,  while  a 
''sensitivity"  experiment,  i.  e.,  an  experiment  in  which  a  definite 
known  quantity  of  invert  sugar  was  added  to  the  10  g  sample  of 
recrystallized  sucrose,  showed  that  under  these  conditions  o.oi  per 
cent,  or  i  mg,  of  invert  sugar  caused  an  increase  of  precipitation 
of  2.5  mg  of  copper.  Therefore,  in  mterpretii^  the  former 
analysis,  we  concluded  that  there  were  reducing  substances  present 

to  the  extent  of  o.oi  per  centx-^^»  or  0.15  per  cent,  in  terms  of 

invert  sugar.  The  explanation  of  the  apparently  tmfavorable 
restdt  is  that  under  these  conditions  sucrose  is  itself  a  substance 
having  a  slight  reducing  action. 

Much  more  suitable  for  the  present  investigation,  because  of 
their  slighter  destructive  action  upon  sucrose,  are  the  solutions  in 
which  no  free  caustic  alkali  is  used,  but  in  which  the  latter  is 
replaced  by  alkaline  carbonates.  Such,  for  example,  are  the  Ost 
solution  and  a  large  number  of  others."  The  Ost  solution  caused 
a  precipitate  of  10  mg  of  Cu^O.  The  solution  proposed  by 
Striegler  ^^  caused  a  precipitate  of  about  7  mg,  while  an  added 
impurity  of  i  mg  of  invert  sugar  caused  an  increased  precipitation 
of  3.2  mg  of  CuaO.  This  latter  solution,  because  of  its  relatively 
slight  destructive  action  upon  sucrose  and  its  high  sensibility 
toward  invert  sugar  in  minute  quantities,  was  deemed  suitable  for 
studying  the  progress  of  the  purification.  It  contains  in  a  liter 
150  g  KHCO.,  101.4  g  KaCO.,  and  6.928  g  of  CuS04.5H,0. 
Although  particularly  advantageous  for  the  purpose  in  hand, 
this  solution  is  not  generally  serviceable  on  account  of  its  lack  of 
stability  on  long  standing.  For  an  analysis  50  cc  of  the  copper 
solution  was  brought  to  boiling  and  ebullition  continued  for  one 
minute,  then  a  10  g  sample  of  the  sugar  in  a  50  cc  solution  was 
added  and  boiled  for  five  minutes.  At  the  end  of  this  period  the 
reaction  was  stopped  by  the  addition  of  100  cc  of  cold,  recently 
boiled,  water.  The  precipitate  was  filtered  and  weighed  as  Cu,0. 
The  weighing  as  cuprous  oxide  is  justifiable  when  dealing  with 
pure  products.     With  this  solution  and  method  we  made  a  study 

u  T.  Uppmazm,  Die  Chemie  der  Zuckerartcn,  I,  p.  606  (X904).  ^*  Ibid. 
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of  the  eflSciency  of  the  recrystallization,  at  each  pomt  determmmg 
the  comparative  purity  of  the  sample  with  respect  to  that  of  the 
previous  crystallization.  A  supply  of  granulated  sugar  was  dis- 
solved, clarified,  boiled,  and  recrystallized  in  the  manner  de- 
scribed. The  original  sample  caused  a  precipitation  of  20  mg  of 
CujO;  the  recrystallized  sample  precipitated  but  9  mg.  A  second 
recrystallization  reduced  the  copper  precipitate  to  6.8  mg,  while  a 
third  recrystallization  failed  to  produce  any  further  decrease  in  the 
reducing  sugar.  This  precipitate  of  6.5  to  7.0  mg  proved  to  be  a 
minimum  quantity,  for  no  sample  which  we  prepared,  utilizing  all 
the  precautions  suggested  by  accumulated  experience,  produced  a 
further  diminution  in  reducing  power. 

A  sample  of  these  crystals  which  precipitated  6.8  mg  was  dis- 
solved and  boiled  in  the  vacuum  apparatus  in  the  usual  manner, 
and  at  the  end  of  the  boiling,  before  crystals  had  formed,  an 
analysis  was  made.  Since  6.9  mg  of  Cu,0  were  obtained,  it  was 
ascertained  that  no  increase  of  reducing  sugar  content  occurred 
during  the  solution  and  boiling.  After  crystallization  and  cen- 
trifuging,  the  crystals  caused  6.7  mg  of  CujO  to  precipitate,  and 
a  sample  of  the  mother  liquor  containing  10  g  of  sucrose  gave 
exactly  the  same  precipitate. 

From  these  experiments  the  conclusion  was  reached  that,  with 
respect  to  reducing  substances,  further  recrystallization  after  the 
second  could  effect  no  improvement.  Either  a  constant  quantity 
of  reducing  sugar  was  present,  distributing  itself  in  a  constant 
ratio  between  crystals  and  mother  liquor,  or  sucrose  itself  effected 
the  slight  reduction  of  copper. 

To  test  the  latter  point,  analyses  were  made  with  other  alkaline 
copper  solutions  in  which  the  concentration  of  hydroxyl  ion  was 
diminished.  The  most  satisfactory  results  were  obtained  with  a 
modification  of  the  Soldaini  *'  reagent.  The  solution  used  con- 
tained in  a  liter  slightly  less  than  300  g  of  KHCO,,  to  which  was 
added  i  g  of  copper  sulphate  crystals.  The  time  of  boiling  was 
shortened  to  two  minutes.  The  sample  of  sugar  was  dissolved  in 
a  50  cc  flask,  from  which  it  was  poured  into  the  copper  reagent 
and  the  flask  rinsed  with  10  cc  of  water.  The  precipitate  was 
finely  divided,  but  was  easily  collected  on  a  closely  packed  asbestos 

^  T.  Lippmaim,  Die  Chemie  der  Zudcerarten,  I,  p.  606  (1904). 
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mat,  or  better,  on  a  Gooch-Munroe-Nebauer  crucible.  An  average 
of  13  determinations  showed  that  a  highly  purified  sample  of 
sucrose  produced  a  precipitate  of  i.i  mg  of  CuaO.  An  average  of 
8  determinations,  in  which  0,01  per  cent,  or  i  mg  of  invert  sugar, 
had  been  added,  showed  that  o.oi  per  cent  of  invert  sugar  caused 
an  excess  of  precipitation  of  1.9  mg.  Therefore,  from  these 
analyses,  it  was  concluded  that  the  purified  substance  contained 
reducing  substance  not  in  excess  of  1.1/1.9X0.01  per  cent,  or 
0.006  per  cent. 

It  seemed  possible  that  even  the  small  quantity  of  cuprous  oxide 
precipitated  tmder  these  conditions  might,  at  least  in  part,  be  due 
to  the  action  of  sucrose  itself.  Since  0.006  per  cent  of  invert  sugar 
would  be  an  optical  impurity  of  nearly  o.oi  per  cent,  it  was  deemed 
expedient  to  investigate  the  reactions  involved  in  the  analysis  for 
rfeducing  substances.  Acting  on  the  theory  that  there  are  two 
distinct  reactions  involved,  the  one  the  action  of  invert  sugar  or 
similar  substances  on  the  alkaline,  copper  solution,  the  other  the 
action  of  sucrose  itself  on  the  copper  solution,  we  sought  to  ascer- 
tain if  the  two  reactions  had  different  velocities.  For  this  purpose, 
the  analysis  was  conducted  in  the  same  manner  as  before,  with 
the  single  exception  that  the  time  of  boiling  of  the  mixed  sample 
and  copper  solution  was  varied  by  whole  minute  periods  from  two 
to  six  minutes.  The  second  column  in  Table  2  represents  the 
weight  of  precipitate  obtained  with  the  purest  sample  of  sucrose. 
The  third  column  represents  that  obtained  with  the  sucrose  plus 
I  milligram  of  invert  sugar.  Each  figure  in  the  table  represents 
the  mean  of  several  determinations. 

TABLE  2 
Showing  velocities  of  reaction  of  copper  solution  witli  sucrose  and  invert  sugar 
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Let  it  be  observed  that  the  action  of  sucrose  is  progressive  and 
practically  linear  with  the  time.  The  fourth  column,  obtained  by 
subtracting  coltmm  2  from  column  3,  represents  the  reaction  of 
the  invert  sugar  upon  the  copper  solution  and  it  is  at  once  seen 
that  a  distinct  diflFerence  exists  between  the  reaction  of  invert 
sugacr,  which  is  precipitated  completely  before  the  expiration  of 
two  minutes  boiling,  and  that  of  the  sample  in  question,  which 
shows  a  progressive  reaction.  We  must  therefore  conclude  that 
the  I .  I  mg  of  CujO  is  caused  in  great  part  by  sucrose  itself. 


Fig.  3. — Effect  of  duration  of  boiling  upon  weight  of  cuprous  oxtde 

If  the  velocity  curves  of  the  sucrose  and  of  the  sucrose  invert 
sugar  mixttire  be  plotted  as  in  Fig.  3,  and  both  curves  be  produced 
to  cut  the  axis  at  zero  time,  we  find  that  the  sucrose  curve  cuts  it  at 
approximately  the  origin,  while  the  sucrose  plus  invert  sugar 
curve  intersects  it  at  the  point  representing  a  weight  of  CujO 
equivalent  to  the  invert  sugar  added.  This  construction  is  per- 
missible because  the  invert  sugar  reaction  is  complete  before  two 
minutes  have  elapsed  and  we  may  consider  it  for  the  purposes  of 
this  argimient  as  instantaneous,  or  rather,  we  may  say  that  these 
experimental  results  would  be  the  same  if  it  were  instantaneous. 
If,  therefore,  any  reducing  substance  other  than  sucrose  itself  is 
present,  it  is  of  the  order  of  0.00 1  per  cent  and  entirely  negligible. 
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5.  STUDY  OF  CARAMEL  FORMATION 

The  elimination  of  the  last  traces  of  moisture  from  the  sugar 
necessitated  a  thorough  knowledge  of  the  effect  of  a  high  tempera- 
ture on  dry  sucrose.  It  is  well  known  that  slightly  above  the 
melting  point  sugar  passes  rapidly  into  one  of  the  varieties  of 
caramel.  Even  far  below  the  melting  point  the  change  occurs 
slowly  and  even  at  100°  C  discoloration  can  be  observed  after 
several  hours.  By  means  of  the  reaction  of  caramel  with  the 
alkaline  copper  solution,  minute  changes  could  be  observed  quan- 
titatively. 

The  analysis  for  caramel  was  conducted  in  the  same  manner  as 
for  other  reducing  substances.  On  account  of  the  lack  of  precise 
knowledge  concerning  the  constitution  of  caramel  the  restdts  are 
expressed  in  terms  of  invert  sugar. 

In  conducting  an  experiment  a  sample  of  sugar  was  thoroughly 
mixed  and  divided  into  two  portions.  One  portion  was  kept  in  a 
stoppered  container  at  the  laboratory  temperattire,  the  other  was 
subjected  to  the  temperattire  at  which  it  was  desired  to  measure 
the  rate  of  decomposition.  When  the  desired  time  had  elapsed 
two  ID  g  portions  of  the  heated  sample  and  two  of  the  imheated 
sample  were  taken  and  all  four  analyzed  simultaneously.  At 
each  temperattire  successive  tests  were  made  at  increasing  inter- 
vals of  time  in  order  to  observe  the  course  of  the  reaction.  For 
the  relatively  small  extent  of  the  decomposition  investigated,  the 
velocity  was  approximately  constant.  The  period  of  heating  was 
continued  until  the  decomposition  was  sufficient  in  amount  to 
render  the  determination  of  velocity  sufficiently  accurate. 

Table  3  gives  in  summary  the  results  of  these  experiments.  At 
each  temperature  is  given  the  length  of  time  necessary  to  effect  a 
decomposition  equivalent  to  o.oi  per  cent  of  invert  sugar.  This 
decomposition  depends  somewhat  upon  the  size  of  the  crystals 
and  these  data  apply  only  to  the  very  fine  particles  used  in  this 
investigation. 
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Length  of  Time  at  each  Temperature  Required  to  form  Caramel  Bqulvaleol  to  0.01 

Per  Cent  Invert  Sugar 


T«inp«ratiin^  *C 

100» 

79^ 

66.6 

50.0 

39.0 

0.01  p«r  emit  iiiTert  tacar. . . 

a  015 

as? 

ia9 

107.0 

476 

Pio.  4. — Velocities  of  cara$nelformaHon  at  various  temperatures 

It  may  be  seen  that  the  caramelization  reaction  occurs  at  much 
lower  temperatures  than  is  commonly  supposed  and  it  is  unques- 
tionably one  of  the  factors  in  the  determination  of  moisture  in 
saccharine  products.  The  data  in  Table  3  are  shown  graphically 
in  Fig.  4. 

This  decomposition  varies  considerably  with  altered  conditions. 
The  same  crystals  at  the  same  temperature  but  in  a  vacuum 
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decompose  at  a  much  lower  velocity.  Furthermore,  an  increase 
in  the  size  of  the  crystals  exercises  a  considerable  influence  upon 
the  reaction.  Three  samples,  consisting  of  the  finely  pulverized 
crystals  of  our  own  preparation,  a  quantity  of  ordinary  granulated 
sugar,  and  a  niunber  of  crystals  of  Kahlbaiun's  rock  candy,  were 
heated  imtil  some  decomposition  had  occurred.  The  powdered 
sample  increased  its  reducing  power  by  5.4  mg  of  copper,  the 
granulated  sugar,  and  the  rock  candy  by  1.2  mg  and  1.3  mg, 
respectively.  In  aqueous  solution  the  caramel  reaction  is  much 
slower  than  is  the  case  with  dry  sugar." 

The  effect  upon  the  rotation  was  found  to  be  less  than  that  of 
an  equivalent  quantity  of  invert  sugar. 

This  investigation  was  not  intended  to  reveal  the  nature  of  the 
reaction.  That  it  was  the  same  in  kind  as  the  caramel  reaction 
of  the  higher  temperatures  would  seem  to  follow  from  the  fact 
that  the  curve  is  continuous  up  to  100^,  at  which  temperatiu^  the 
familiar  color  of  the  caramel  can  be  observed.  It  was  adequate 
for  the  present  ptuTposes  to  ascertain  what  period  of  heating  at 
any  given  temperature  was  required  to  cause  an  appreciable 
decomposition. 

Another  interesting  feature  which  the  extrapolated  curve  shows 
is  that  at  temperatures  which  are  frequently  reached  in  the  labora- 
tory the  process  of  caramelization  continues.  It  is  only  below 
20®  C  that  it  is  safe  to  keep  sugar  of  high  pxuity  for  very  long 
periods.  The  fact  that  caramelization  occurs  at  ordinary  tem- 
peratures was  first  observed  in  a  very  excellent  sample  of  sugar 
which  had  been  furnished  by  the  Institut  fiir  Zucker-Industrie 
several  years  before  this  investigation  was  started.  Upon  testing 
this  sample  for  reducing  substances,  it  was  found  to  be  quite 
inferior,  but  the  high  reducing  power  was  later  recognized  to  be 
due  to  caramel  formation.  The  low  polarization  of  this  material 
also  indicated  the  presence  of  impiuity.  (See  experiment  No.  17, 
Table  4.)  This  same  phenomenon  has  been  observed  in  many  of 
our  own  purest  samples  of  sucrose.  For  our  own  piuT^oses,  then, 
it  was  necessary  to  have  comparatively  fresh  samples  of  sugar. 

1*  Aulard,  Orig.  Camin.  VIII  Int.  Cong.  Api»L  Chcm.,  tt,  p.  493  (zgza). 
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PnOttdauf  Series  of  Saccharimeter  Metsiirttiiwnte  at  20^  C  on  Approiiiiiately  Nonnal 
Siigir  SohOkoa  on  Iha  HerxMd-Schfinrock  Scala 


wvHlito} 

:ssc 

VohsmeofMltttloD- 

ToCatioiiof 
■otatkaon 

tWOMC- 

cbarlBM- 
t«n 

mS" 

Invacoo 

table 

trom 
w^tlit 

"SS? 

Satattn 
elaormal 
aolvtloo 

anddiostty 

I 

f 

Pwcnt 

cc 

cc 

Datrtat 

aufar 

Dacftat 
aogar 

7 

25i975 

10&943 

23.835 

1.09822 

99L293 

99.284 

10a48 

99.86 

8 

2Si673 

10&823 

23.584 

1.09707 

99L288 

99L284 

99.29 

99.87 

9 

27.156 

109.857 

24. 712 

L 10223 

99.761 

99.757 

104.57 

99.89 

10 

25.840 
2S.958 
23.978 

109.928 
109.820 
lot  429 

23.499 
23.629 
23.633 

1.09669 
L 00728 
1.09730 

9a  97 
99.58 
99.55 

99.92 

U 

99.92 

12 

92.522 

92.518 

99.88 

13 

32.833 

142.196 

23.084 

1.09480 

129.996 

130.001 

97.06 

99.92 

14 

26.073 
24.016 

109.804 
101.443 

23.737 
23.667 

t09777 
L09745 

ioao8 

99.67 

99.80 

15 

92.522 

92.518 

99.86 

If 

24.000 
26w0S3 
2S.999 
23.970 

99L127 
109.883 
109.925 
10L425 

24.204 
23.702 
23.644 
23.625 

L09990 
1.0977(^ 
L09735 
1.09726 

102.20 
99.79 
99.62 
99.51 

99l87 

17. 

•  99.78 

18 

99.80 

If 

92.521 

92.518 

99.86 

20 

34.251 

141008 

23.966 

1.09882 

13a  142 

18a  188 

101.09 

99.87 

21 

24.560 

10L649 

24.154 

1.09967 

92.522 

92.521 

10L92 

99.88 

22 

23.967 

101. 431 

23.642 

1.09734 

92.519 

92.518 

99l60 

99.80 

23 

25.974 

109.340 

23.748 

1.09782 

99.691 

99.687 

ioao4 

99.83 

24 

26.588 

26.105 

iiaioo 

108.395 

24.139 
24.075 

1.09961 
1.09931 

« 

101.85 
101.60 

99.83 

35 

99.87 

Awt 

mifv 

99.875 
.024 

M( 

Mnicatecon 

ncted  swfi 

rectko 

fe 

Cai 

99.90 

•  Not  included  in  the  average.    (See  p.  86.) 

6.  ELIMINATION  OF  MOISTURE 

In  order  to  prq)are  the  sugar  for  the  final  weighmg  before  polari- 
zation it  was  necessary  to  eliminate  the  final  traces  of  moisture. 
The  period  of  time  at  each  temperature  during  which  it  was 
possible  to  heat  the  substance  without  causing;  decomposition 
was  definitely  established  by  the  caramelization  experiments.  In 
these  operations  a  wide  marsrin  of  safety  was  adooted. 
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to  a  crystallizing  dish  and  placed  in  a  vacuum  desiccator  over 
quicklime.  In  other  instances  it  was  introduced  directly  into 
the  weighed  volumetric  flask  and  the  total  weight  observed. 
Flask  and  sugar  were  then  subjected  to  the  final  drying  operations 
and  the  diminution  of  weight  closely  followed.  It  was  evident 
from  early  experiments  either  that  the  residual  moisture  was 
present  only  in  very  small  quantities  or  that  it  was  held  with 
great  tenacity.  To  test  this  point  a  variety  of  experiments  were 
performed,  of  which  the  following  are  typical: 

(i)  The  flask  containing  the  sample  was  placed  in  a  large  glass 
tube  70  mm  in  diameter  fitted  with  a  large,  perfectly  matched 
glass  grinding  which  was  lubricated  with  a  rubber-vaseline  stop- 
cock grease.  The  drying  agent  was  placed  in  a  porcelain  boat. 
The  tube  was  then  connected  with  a  vacuum  pump  and  McLeod 
gauge  and  the  air  exhausted  until  a  residual  pressiu*e  of  o.oi  mm 
to  o.oooi  mm  of  merciuy  was  reached.  The  drying  agent  con- 
sisted usually  of  a  quantity  of  calcium  chloride  or  calcium  oxide 
which  had  been  recently  ignited  in  an  electric  muffle  furnace. 
Calcium  oxide  was  used  for  drying  all  the  samples  used  in  the  final 
series  of  measurements.  Simultaneously  with  the  pimiping,  the 
sample  was  heated  imif ormly  by  an  electric  oven  to  a  temperatiu-e 
of  50°  to  70°  C.  The  latter  temperature  was  never  maintained 
for  a  period  greater  than  two  hours.  The  results  of  these  experi- 
ments were  invariably  the  same.  The  air-dried  and  pulverized 
sample  lost  in  weight  about  o.oi  or  0.02  per  cent  at  the  first 
drying  operation,  provided  the  conditions  favorable  to  elimina- 
tion of  moisture  were  sufficiently  thorough.  For  this  prelimi- 
nary drying  the  sample  was  usually  exposed  to  the  drying  agent 
for  24  hours  or  more  at  a  presstire  of  o.oi  mm  or  less  and  a  tem- 
perature of  50°  C.  Nevertheless,  the  rule  followed  in  every  case 
was  to  repeat  the  operation  with  more  thorough  procedure  tmtil 
a  constant  weight  was  obtained.  This  second  operation  was 
carried  out  at  a  higher  temperature  (with  care  to  avoid  caramel 
formation)  or  for  an  increased  length  of  time  or  at  higher  vacuxmi. 
The  air  admitted  to  break  the  vacuum  was  passed  through  a  dry- 
ing train,  consisting  of  HaS04,  P2O5,  and  CaO.  The  connection 
to  the  drying  train  was  made  by  breaking  the  tip  of  the  ca^Hllary 
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of  the  drying  tube  inside  a  short  piece  of  clean  rubber  pressure 
tubing.  The  results  of  this  second  operation  were  imiformly  the 
same.  In  no  case  was  a  loss  of  weight  greater  than  one-half  milli- 
gram or  0.002  per  cent  f  otmd,  and  in  the  great  majority  of  instances 
identical  weighings  were  obtained  after  the  first  and  second  drying 
operations. 

This  experiment  was  carried  out  repeatedly  during  the  prelimi- 
nary series  of  measurements.  In  two  instances  phosphorous  pen- 
toxide  was  used  as  a  drying  agent,  but  it  produced  no  further 
desiccation  than  freshly  ignited  calcium  oxide. 

In  order  to  be  certain  that  the  small  diameter  of  the  neck  of  the 
volumetric  flask  did  not  act  as  a  deterrent  to  the  passage  of  water 
vapor  at  the  high  vacutmi,  the  same  experiment  was  tried  with 
the  sugar  contained  in  a  shallow  porcelain  boat.  The  boat  was 
pushed  into  a  weighing  bottle  and  stoppered  before  removing 
from  the  dry  air  of  the  tube.  The  results  of  this  experiment  were 
similar  to  the  others. 

(2)  A  sample  which  had  been  subjected  to  the  usual  preliminary 
drying  in  a  porcelain  boat  was  further  treated  by  exposiu-e  to  a 
stream  of  air  dried  by  successively  passing  H2SO4,  PjOs,  and  CaO. 
In  the  meantime  it  was  subjected  to  a  temperature  of  70^  for  two 
hours,  and  80°  for  one-half  hour.  A  weighing  bottle  was  also 
placed  in  the  tube  in  such  a  way  that  the  boat  could  be  pushed 
into  it  and  the  stopper  inserted  while  in  contact  with  dry  air. 
This  experiment  produced  no  further  desiccation  beyond  the 
simple  exposure  to  high  vacuum  and  quicklime. 

(3)  A  sample  which  had  been  introduced  into  a  long,  narrow 
voltunetric  flask  and  dried  for  48  hours  over  lime  was  weighed 
and  placed  in  a  glass  tube,  together  with  freshly  ignited  quick- 
lime. The  tube  was  drawn  down  and  sealed  to  the  glass  parts 
of  the  mercury  pump.  A  portion  of  the  connecting  tubing 
dipped  into  carbonic  acid  snow  during  the  evacuation.  When 
a  vacutmi  of  o.oooi  mm  was  registered  by  the  McLeod  gauge  the 
tube  was  sealed  off.  This  was  allowed  to  stand  for  a  period  of 
five  months  during  an  interruption  of  the  work.  Dry  air  was 
then  admitted  by  breaking  the  tip  of  the  capillary,  while  inside  a 
piece  of  clean  rubber  tubing  connected  with  the  drying  train.    The 
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stopper  was  inserted  while  in  the  dry  air  by  the  action  of  a  mag- 
netic field  on  a  small  iron  rod,  which  was  sealed  in  a  glass  frame 
and  which  in  turn  held  the  stopper  centered. 

This  long  period  of  drying  produced  no  further  desiccation. 
The  polarization  of  the  sugar  is  recorded  in  experiment  25  of  the 
final  series. 

(4)  Finally  a  sample,  which  had  been  placed  in  a  long,  narrow 
flask  and  dried  to  a  constant  weight,  was  inserted  in  a  glass  tube, 
together  with  fresh  quicklime,  and  the  tube  drawn  down  and 
sealed  to  the  glass  portions  of  a  Gaede  rotary  mercury  pump. 
A  portion  of  the  connecting  tube  dipped  into  liquid  air  to 
remove  the  mercury  vapor.  The  sample  of  sugar  was  heated  to 
50^  C,  and  was  subjected  to  the  highest  vacuum  which  the  Gaede 
pump  would  produce.  This,  as  indicated  on  the  McLeod  gauge, 
was  better  than  o.oooi  mm,  and  probably  represented  the  abso- 
lute pressure,  since  mercury  vapor  was  now  absent  from  the  tube 
containing  the  sugar.  After  some  hotus  the  tube  was  sealed  off 
and  allowed  to  remain  over  night.  The  sample  suffered  no  loss  of 
weight. 

Water  may  be  present  in  a  sample,  either  as  surface  moisttire 
existing  as  a  film  or  as  included  mother  liquor.  In  the  first  case 
the  quantity  would  depend  on  the  fineness  of  the  crystals.  It 
would  be,  moreover,  the  only  moisture  removed  by  the  drying  agent. 
The  included  moisture  cotild  hardly  be  expected  to  rupture  the 
oystal  and  escape.  The  method  of  crystallization  in  motion  and 
the  fineness  of  the  crystals  would  almost  preclude  the  possibility  of 
any  considerable  amount  of  included  mother  liquor.  The  following 
experiment  corroborates  this  concltision.  A  sample  was  selected 
in  which  for  some  reason  the  crystals  had  developed  to  consider- 
able size — as  large  as  a  fine  sample  of  granulated  sugar.  This  was 
dried  without  pulverizing,  and  its  polarization  determined.  An- 
other portion  of  the  same  sample  was  then  pulverized  extremely 
fine,  dried,  and  polarized.    These  two  samples  yielded  nearly 
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conclusion  wotild  be  invalidated  if  the  liberated  mother  liquor 
were  exactly  compensated  by  increased  surface  moisture.  This 
latter  possibility,  in  view  of  our  various  drying  experiments,  seems 
remote. 

The  accumulated  evidence  of  all  desiccation  experiments  led  us 
to  the  conclusion  that  the  very  sunple  expedient  of  drying  sugar 
by  means  of  a  vacuum  of  one-thousandth  of  a  millimeter  of  Hg 
over  freshly  ignited  quicklime  leaves  residual  moisture  in  amount 
small  enough  to  be  negligible.  To  corroborate  this  conclusion  it 
remained  to  apply  direct  tests  for  the  presence  of  moisting.  Two 
sensitive  tests  were  applied. 

E.  C.  McKelvy,  of  this  Bureau,  has  used  the  critical  solution 
temperatiu^  ^^  of  an  alcohol-oil  mixttu^  as  a  criterion  for  the 
absence  of  moisture,  and  has  shown  that  the  same  method  is 
applicable  to  the  detection  of  moisture  in  a  third  substance.^' 
The  presence  of  i  per  cent  of  water  in  alcohol  causes  a  rise  in  the 
critical  solution  temperature  of  16  whole  degrees.  Since  a  change 
of  a  few  htmdredths  of  a  degree  can  be  detected,  the  method 
offers  a  means  of  identifying  a  small  quantity  of  water  in  a  sample 
of  alcohol.  In  order  to  test  a  third  substance  for  moisture,  it  is 
necessary  to  digest  it  with  a  sample  of  dry  alcohol,  whose  critical 
solution  temperature  with  a  given  oil  has  been  already  determined 
in  blank,  and  then  to  apply  the  test  to  the  alcohol  after  the  diges- 
tion«  This  test  involves  the  assumption  that  any  moisture  on 
the  third  substance  distributes  itself  between  the  dry  alcohol  and 
the  substance.  From  the  digestion  flask  the  alcohol  is  distilled 
and  subjected  to  the  solution  temperature  test.  Since  ethyl-alco- 
hol water  mixtures  show  a  minimum  boiling  point  at  96  per  cent 
by  weight  of  alcohol,**  the  first  portions  of  the  distillate  will  be 
richer  in  water  than  the  remaining  portions  if  the  amount  of  mois- 
ture in  question  is  small.  The  latter  shotdd  then  take  more  mois- 
ture from  the  substance  to  keep  the  same  distribution  ratio. 
Consequently  a  great  portion  of  the  moisttu-e  should  appear  in  the 
alcohol  distillate.  A  comparison  of  the  critical  solution  tempera- 
ture of  the  distillate  with  the  original  alcohol  should  show  at  least 
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qualitatively  the  presence  of  moisttire.  This  experiment  was 
very  carefully  carried  out  on. a  sample  of  dried  sugar  by  Mr. 
McKeIvy  and  practically  negative  results  obtained.  It  is  a  pleas- 
ure to  thank  Mr.  McKelvy  for  this  work. 

E.  R.  Weaver,  of  this  Bureau,  has  described  ^  a  test  for  a 
minute  quantity  of  moisture.  This  test  consists  of  the  generation 
of  acetylene  by  a  reaction  of  the  moisttu-e  with  calcium  carbide. 
The  acetylene  is  allowed  to  react  with  an  ammoniacal  solution  of 
cuprous  chloride  to  form  copper  carbide. 

The  sample  of  sugar  dried  in  the  usual  way  was  placed  in  a 
glass  apparatus  consisting  essentially  of  three  parallel  test  tubes 
sealed  in  a  triangle  at  their  tops.  A  quantity  of  dry  ether  was 
poured  on  the  sugar  and  after  a  few  minutes  digestion  was  dis- 
tilled into  the  second  test  tube  which  contained  calcium  carbide. 
It  was  then  distilled  into  the  third  tube  whence  it  was  poured 
directly  into  the  cuprous  chloride  solution.  The  results  were 
entirely  negative.  To  another  portion  of  sugar  the  dry  ether 
was  added  and  fragments  of  carbide  were  placed  directly  in  con- 
tact with  the  sugar.  After  some  shaking  the  ether  was  distilled 
and  poiu^  into  the  cuprous  chloride  solution.  Again  the  results 
were  n^ative.  About  10  g  of  sugar  were  used  in  the  latter 
experiment.  The  method  is  capable  of  detecting  o.i  mg  of 
moisture.  One  milligram  of  water  gives  a  very  deep  color.  The 
quantity  of  moisture  on  the  sugar  must  then  have  been  of  the 
order  of  one-thousandth  of  i  per  cent.  We  are  glad  to  express 
our  indebtedness  to  Mr.  Weaver  for  this  experiment. 

7.  PURIFICATION  BY  PRECIPITATION  WITH  ALCOHOL 

The  dilute  solution  was  prepared  in  the  maimer  described 
above.  It  was  filtered  and  boiled  in  the  vacuum  apparatus 
until  the  desired  concentration  was  reached.  .  This  concentration 
was  usually  about  70  per  cent  with  occasional  variations  above 
and  below  depending  upon  the  alcohol  used  for  the  precipitation. 
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clarification  and  filtration  while  in  dilute  solution  and  of  avoiding 
the  hot  saturated  solution  which  is  difficult  to  filter  and  dangerous 
to  the  sucrose. 

8.  FRACTIONAL  CRYSTALLIZATION 

The  methpd  of  purification  by  crystallization  from  aqueous 
solution  permits  the  utilization  of  the  mother  liquor.  In  many 
instances  this  was  simply  boiled  down  in  a  vacuum  and  another 
lot  of  crystals  obtained.  The  opportunity  that  this  method 
affords  for  a  fractional  crystallization  for  the  elimination  of 
impurities  of  class  c  (see  p.  79)  is  of  great  importance  in  the 
present  investigation. 

About  18  kg  of  granulated  sugar  (designated  fraction  i)  was 
recrystallized  in  the  maimer  previously  described.  The  new 
crystals  (fraction  3)  were  recrystallized.  The  twice-crystallized 
portion  was  called  fraction  6  and  its  mother  liquor  fraction  5. 
The  first  mother  liquor  (fraction  2)  was  reboiled  and  recrystal- 
lized. The  crystals  being  the  lesser  soluble  portion  of  the  more 
soluble  part  of  the  original  substance  were  presvunably  of  similar 
composition  to  fraction  5,  since  the  latter  was  the  more  soluble 
portion  of  the  less  soluble  part  of  the  original  substance.  These 
crystals  were  consequently  combined  with  fraction  5  and  the 
whole  recrystallized.  The  new  crystals  formed  a  portion  of  frac- 
tion 9  and  the  new  mother  liquor  became  a  portion  of  fraction  8. 
The  fractionation  is  illustrated  in  Fig.  5.  Each  number  repre- 
sents a  fraction.  Those  inside  the  diagram  indicate  a  combina- 
tion of  the  previously  obtained  crystals  and  mother  liquor.  The 
unnumbered  ends  of  lines  extending  from  the  left  of  the  figure  indi- 
cate that  the  respective  mother  liquors  were  rejected.  Impurities 
of  lesser  solubility  than  sucrose  tend  to  concentrate  at  the  right 
side  of  the  diagram,  those  of  greater  solubility  at  the  left  side. 
Unfortunately,  owing  to  interruptions  in  the  work,  several  frac- 
tions were  allowed  to  remain  in  solution  for  long  periods  of  time 
and  consequently  suffered  some  inversion.  When  the'  work  was 
resumed,  the  crystallization  was  continued  until  the  invert  sugar 
was  in  the  extreme  fraction.     It  was  found  necessary  to  reject 

CAvi»ro1    ^forfc^-irknc    "wrViir»Vi    <-i-fVi^t*f»Tic^    r»rkiilr1     Vioir^k     K£M»n     h+iIwaH     f/xr 


Digitized  by 


Google 


94 


Bulletin  of  the  Bureau  of  Standards 


[Vcl.i3 


31-b,  32-a,  27,  and  21  indicate  that  the  impurities  in  the  original 
sample  appear  only  in  the  mother  liquors.  Among  these  impuri- 
ties must  have  been  any  raflSnose  which  may  have  been  present. 
The  fact  that  this  substance  is  present  to  such  an  extent  in  beet 
molasses  would  make  it  seem  probable  that  recrystallization  from 
water  would  remove  it.     If  it  had  still  persisted  in  the  crystals, 

/ 


Sot  39h 

Fig,  5. — DiagrammaHc  representation  of  fractional  crystallization 

it  should  have  concentrated  itself  in  some  fraction  after  so  many 
fractionations.     The  essential  identity  of  the  various  fractions 
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9.  FREUMIHART  POLARIZATION  OF  PURIFIED  SAMPLES 

The  measurements  recorded  in  the  preliminary  series,  Table  4, 
were  all  made  with  samples  of  sugar  which  had  undergone  at  least 
two  recrystalUzations.  Experiments  7  to  13  were  made  with 
various  samples  prepared  from  the  refined  sugar  of  commerce. 
Many  of  the  samples  were  obtained  by  recrystallization  of  the 
mother  liquors.  In  experiments  14  and  15  the  samples  were 
precipitated  by  alcohol.  In  No.  16  the  sugar  was  prepared 
from  European  raw-beet  sugar  which  in  the  crude  state  polarized 
about  95^  S.  This  was  purged  with  water,  clarified  with  altunina 
cream,  and  several  times  recrystallized.  In  experiment  17  the 
sugar  supplied  by  the  Institut  fiir  Zucker-Industrie  was  used. 
It  has  been  shown  on  page  86  that  this  contained  a  considerable 
quantity  of  reducing  substance  and  consequently  its  rotation 
was  not  included  in  calculating  the  average.  Experiments  19 
and  21  were  made  upon  fraction  No.  15  of  the  fractionally  crystal- 
lized sugar  described  on  page  93.  Experiment  22  was  a  measure- 
ment of  fraction  No.  20.  Experiments  20  and  22  were  made 
upon  fraction  21  and  experiment  24  upon  fraction  27.  In  experi- 
ment 35  the  final  pmification  of  the  sample  consisted  of  a  precipi- 
tation with  pmified  methyl  alcohol.  This  reagent  was  used 
because  of  its  well-known  solvent  effect  upon  raflfinose  and  because 
it  offered  a  further  variation  of  procedure.  The  result  was  not 
included  in  the  final  series  because  the  polariscopic  readings  were 
taken  by  only  one  observer. 

The  preliminary  measurements  were  continued  until  the  pro- 
cediure  was  entirely  satisfactory.  In  each  experiment  the  zero 
points  and  rotation  values  were  observed  and  the  averaged 
rotation  corrected  for  concentration  by  the  method  described  on 
page  115.  The  scale  correction  is  obtained  from  Table  8.  The 
Julius  Peters  instrument  was  not  used  in  the  preliminary  series. 
It  will  be  observed  that  the  value  99^90  S  for  the  reading  of  the 
normal  solution  on  the  Herzfeld-Schonrock  scale  serves  to  cor- 
xx>borate  the  value  obtained  in  the  final  series. 

A  paper  describing  the  preliminary  series  of  meastuements  in 
substantially  the  form  here  presented  was  read  before  the  Eighth 
International  Congress  of  Applied  Chemistry  **  at  New  York  in 
191 2.  It  resulted  in  the  appointment  of  a  subcommittee  to 
report  upon  the  advisability  of  adopting  the  new  standard. 

■  Oris.  Oomm.  Bighth  Int.  Cong.  AppL  Chcm.  M,  p.  5x7  (19x1). 
41410<»— 16 7 
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10.  DBSCRipnoN  aud  desionation  of  samples  used  in  final 

SERIES 

It  is  of  importance  to  ascertain  whether  the  alcohol  used  could 
have  a  harmful  effect  upon  the  sucrose.  Such  an  effect  could 
conceivably  occur  by  actual  combination  of  alcohol  with  sucrose 
to  form  an  unknown  substance  which  could  have  a  very  different 
rotary  power  from  sucrose.  Although  in  the  absence  of  a  catalyzer 
this  possibility  was  remote,  yet  it  seemed  advisable  to  investigate 
the  question.  In  the  method  which  has  been  our  main  reliance, 
alcohol  was  used  only  in  the  final  washing  of  the  crystals.  In 
the  method  prescribed  by  the  international  committee  on  imi- 
form  sugar  analysis  the  sugar  is  precipitated  in  hot  solution  by 
alcohol.  Samples  A  and  B  were  prepared  by  methods  offering 
the  greatest  possible  contrast  as  far  as  the  use  of  alcohol  is  con* 
cemed.  To  prepare  sample  A  a  quantity  of  sugar  collected  from 
miscellaneous  samples,  which  had  been  previously  twice  recrystal- 
lized  was  recrystallized  from  aqueous  solution  in  the  tisual  manner 
and  washed  with  piu^  water  while  on  the  centrifuge.  No  alcohol 
was  allowed  to  come  in  contact  with  the  sugar  during  its  final 
preparation.  During  the  air-drying  the  substance  was  frequently 
stirred  to  prevent  the  formation  of  cakes.  A  test  with  the  copper 
solution  showed  the  absence  of  reducing  substances. 

For  the  preparation  of  sample  B  the  mother  liquor  from  sample 
A  was  warmed  with  more  pure  sugar  to  form  a  sirup  of  about  70 
per  cent  concentration.  To  this  sirup  an  equal  voliune  of  pure 
alcohol  was  added  and  the  mixture  kept  at  a  temperattire  of 
50^  C  to  70^  C  for  about  48  hours.  The  whole  was  then  allowed 
to  cool  and  crystallize  while  in  continuous  motion.  The  crystals 
were  centrifuged  and  washed  with  alcohol.  It  was  desired  by 
this  experiment  in  contrast  to  sample  A  to  exaggerate  any  effect 
that  might  be  due  to  the  presence  of  alcohol.  A  preliminary 
meastu-ement,  experiment  18,  showed  that  the  sample  possessed 
the  same  rotary  power  as  the  other  material,  and  it  was  conse- 
quently used  in  the  final  series. 

Sample  C  was  prepared  by  recrystallization  of  the  unused  por- 
tion of  sample  A.    The  new  crystals  were  washed  with  alcohol. 
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m.  APPARATUS  AND  MAinPULATION 
1.  THB  VOLUHETRIC  FLASKS 

A  number  of  volumetric  flasks,  Fig.  6,  were  made  for  the  pur- 
poses of  this  investigation  from  Jena  normal  16™  glass.  In  the 
construction  of  these  flasks  no  attempt  was  made  to  adjust  them 
td  exactly  100  cc,  but  rather  attention  was  paid  to  placing  the 
graduation  mark  at  the  most  advantageous  position  on  the  neck. 


Fig.  6. — Volumetric  flask,  polariscope  tube,  and  glass  connection  used  in  conveying 

solution  to  tube 

The  diameter  of  the  neck  at  the  graduated  portion  was  from  5  to 
7  mm.  Above  the  graduation  the  neck  was  blown  out  into  a 
bulb  of  about  30-cc  content  and  at  the  upper  end  was  fitted  with 
a  grinding.  In  two  insta&ices  the  necks  were  provided  with  a 
series  of  10  graduations  0.02  cc  apart.  With  suitable  precautions 
the  volume  could  be  estimated  to  the  tenth  part  of  one  of  these 
divisions. 

The  flasks  were  calibrated  by  filling  at  2o?oo  C  with  distilled 
water  which  was  freed  from  dissolved  air  by  boiling  in  a  vacuum. 
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Before  the  final  adjustment  the  neck  of  the  flask  above  the 
meniscus  was  dried  by  a  stream  of  filtered  air.  The  temperature 
was  adjusted  by  immersing  the  flasks  in  the  water  of  a  thermostat 
which  remained  constant  within  o?oi .  The  conditions  for  adjust- 
ing the  volume  of  the  water  in  the  volumetric  flasks  were  so  favor- 
able that  it  was  foimd  possible  to  reproduce  the  weight  of  con- 
tained water  to  0.002  g. 

2.  DBTERMINATION  OF  THE  CONCENTRATION  OF  SOLUTIONS 

In  the  determination  of  the  concentration  of  the  solutions  for 
polarization  two  methods  were  used,  both  of  which  in  many  in- 
stances were  applied  to  the  same  solution  in  order  to  obtain  cor- 
roborative values. 

The  first  method  consisted  of  weighing  the  sugar  in  the  flask 
and  making  the  solution  up  to  the  graduation  mark  after  the 
temperattu-e  had  been  adjusted.  If,  as  in  the  two  above-men- 
tioned instances,  the  flask  possessed  a  series  of  graduation  marks, 
instead  of  a  single  one,  the  volume  of  solution  was  carefully  read 
off  to  the  tenth  of  one  division.  In  making  up  sugar  solutions  the 
same  procedure  was  followed  as  for  the  calibration  of  the  flasks. 

The  second  method  of  determining  the  concentration  consisted 
of  computing  the  percentage  concentration  and  calculating  the 
volume  by  dividing  the  total  weight  of  solution  in  vacuo  by  the 
density  of  solution,  the  latter  being  obtained  by  reference  to  the 
density  tables  of  the  Kaiserliche  Normal-Eichungs-Kommission.*' 

These  two  methods  of  determining  the  volume  of  solution  checked 
in  every  instance  but  two  to  0.005  cc  or  better.  When  the  two 
methods  were  used  the  mean  of  the  two  determinations  was 
taken  as  the  volume  of  the  solution. 

It  was  observed  that  the  more  favorable  the  conditions  were 
for  making  the  solutions  to  volume,  the.more  closely  the  volumetric 
and  gravimetric  methods  agreed.  The  conditions  which  were 
subject  to  variation^were  temperature  and  condition  of  the 
meniscus.  This  agreement  led  us  to  place  increasing  confidence 
in  the  density  tables,  and  in  many  instances  the  solutions  were 
made  up  by  the  gravimetric  method  alone. 

■  Plato.  Wiss.  Abh.  der  Kais.  Nonnal-Bichungs-Kotmniwion ,  S.  p.  153  (1900).    Circular  Bur.  Standards, 
19,  p.  a6  (1914) 
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In  determining  the  correction  for  buoyancy  of  air  for  the 
preliminary  series  the  value  of  the  average  density  0.0012  was 
assumed.  For  the  final  series  the  air  density  was  determined 
from  the  temperature  and  barometer  readings.  The  widest 
probable  variations  from  0.0012  would  have  aflfected  the  weight 
of  the  sugar  or  solution  by  a  negligible  quantity.  For  the  density 
of  dried  pulverized  suglr  the  value  i  .59  was  used.  This  is  approx- 
imately the  mean  of  the  determinations  of  a  large  number  of 
observers  as  well  as  the  roimded-oflF  figure  given  by  Plato  ^  and 
his  coworkers. 

3.  PRBPARATION  FOR  POLARIZATION 

To  perform  a  polarization  a  quantity  of  sugar,  approximately 
26  g,  was  transferred  to  a  weighed  flask  and  the  flask  again  weighed 
after  standing  in  the  balance  case.  Sugar  and  flask  were  then 
subjected  to  the  various  drying  operations  previously  described 
until  assurance  was  had  that  a  constant  weight  had  been  attained. 
Water  was  then  added,  the  sugar  dissolved,  and  the  neck  of  the 
flask  carefully  washed  down.  The  flask  was  nearly  filled  and  the 
resulting  solution  boiled  in  a  vacuum  until  the  evolution  of  dis- 
solved air  ceased.  Loss  by  spattering  was  carefully  avoided. 
The  flask  and  solution  were  then  placed  in  the  thermostat  and, 
when  a  temperature  of  20°  had  been  attained,  were  adjusted  to 
voltune.  Before  weighing,  the  temperature  of  the  solution  was 
changed  to  approximately  that  of  the  balance  case.  The  flask 
was  wiped  with  a  slightly  damp  cloth  and  allowed  to  remain  an 
bom*  before  its  weight  was  recorded. 

The  solution  was  then  carefully  mixed  by  continually  spilling 
into  the  portion  of  the  neck  enlarged  for  that  purpose,  and  finally 
poiu-ed  into  the  polariscope  tubes.  This  process  was  carried  out 
by  means  of  a  glass  tube.  Fig.  6,  with  grindings  at  both  ends, 
one  of  which  fitted  the  volumetric  flasks  and  the  other  the  grind- 
ings of  the  polariscope  tubes.  In  this  way  the  transfer  to  the 
tubes  was  accomplished  without  evaporation  and  consequent 
concentration  of  the  solution.  The  grinding  of  the  polariscope 
tube  was  then  tightly  stoppered  with  a  glass  stopper  or  with  a 
thermometer. 

a  y.  Uxipmanii,  Die  Oionie  der  Zuckerarten,  U,  p.  Z067  (1904)' 
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4.  WEIGHTS  AUD  THBRMOMETBRS 

The  weights  used  were  tested  by  the  division  of  weights  and 
measures  of  this  Bureau  by  comparison  with  the  official  standards. 
All  weighings  were  made  by  the  method  of  substitution,  a  flask 
of  similar  size  and  shape  serving  for  a  counterpoise. 

The  thermometers  were  tested  by  the  division  of  thermometry 
of  this  Bureau. 

5.  POLARISCOPBS  AND  THERMOSTATS 

(a)  The  Polarimeter. — One  instrument  for  absolute  rotation 
and  three  saccharimeters  were  used.  The  former  is  a  special 
polariscope  built  to  order  for  the  Bureau  of  Standards  by  Franz 
Schmidt  &  Haensch.  It  is  capable  of  a  wide  range  of  adjustment. 
The  massive  base  rests  on  a  three-point  support  and  is  accurately 
machined  to  permit  of  varying  the  distance  between  the  polariz- 
ing and  analyzing  systems.  The  nicol  prisms  are  of  superior 
quality.  The  large  nicol  of  the  Lippich  half-shade  polarizing 
system  is  of  the  Glan-Thompson  type  and  has  an  available  opening 
of  14  mm.  The  perfection  of  the  prisms,  combined  with  the  large 
apertures,  make  possible  a  high  degree  of  sensitivity  even  with  a 
200  mm  tube  of  solution  in  the  instrument.  The  circular  silver 
scale  of  the  analyzing  system  is  graduated  directly  to  tenths  of  a 
circular  degree  and  by  means  of  observing  microscopes  reads 
directly  to  o?ooi.  The  microscopes  are  180^  apart,  thereby 
correcting  for  any  eccentricity  of  the  circle. 

An  air  bath  with  dimensions  of  60  cm  by  40  cm  by  55  cm  was 
placed  between  the  polarizing  and  analyzing  systems  and  mounted 
on  separate  supports  to  ieUminate  the  possibility  of  disturbing 
the  adjustments  of  the  polariscope  by  opening  and  closing  the 
door.  The  trough  of  the  instrmnent  passed  through  the  end 
walls  of  the  thermostat  without  touching  them.  There  was  thus 
a  complete  separation  of  thermostat  and  polariscope. 

The  thermostat  was  cooled  below  20*^  C  by  ice  water  circulating 
through  a  copper  coil  and  then  heated  to  20^  C.  The  heating 
was  accomplished  bv  a  wire  coil  wound  on  a  separate  frame 
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show  the  slightest  magnetic  rotation  of  the  plane  of  polarization. 
The  heating  current  was  regulated  by  means  of  a  toluene  coil, 
a  relay  and  a  mercury  contact  interrupter.  The  temperature 
was  controlled  more  closely  than  o?o5  C. 

(6)  The  Large  Thermostat. — ^The  saccharimeter  readings 
were  made  in  a  large  thermostat  with  a  content  of  about  15  cubic 
meters.  The  temperature  regulation  was  very  similar  in  principle 
to  that  already  described  above  in  coimection  with  the  polarimeter 
for  absolute  measurements.  The  air  was  chilled  below  20*^  C  by 
a  brine  coil.  In  order  to  obtain  eflfective  r^^tion  at  20^  C  a 
thermostatic  heater  of  800  watts  capacity  was  required.  The 
capacity  and  r^^ulation  left  little  to  be  desired.  With  two  observ- 
ers in  the  thermostat  the  maximum  variations  were  about  o?3  C. 

(c)  The  Saccharimeters. — ^Three  different  makes  of  saccha- 
rimeters  were  used  in  order  to  eliminate  the  possibility  of  some 
peculiarity  of  the  instrument  construction  affecting  the  measure- 
ments. They  were  a  Bates  type  Fric,  a  Schmidt  &  Haensch, 
and  a  Julius  Peters.  Two  instruments  were  used  in  each  experi- 
ment, one  of  which  was  always  the  Bates  type  Fric. 

The  Bates  type  has  been  fully  described  **  by  one  of  us.  It  is 
sufficient  for  our  purpose  to  note  that  the  instrument  used  was  a 
200  mm  double  quartz-wedge  compensating  saccharimeter  with 
transparent  glass  scales  which  could  be  read  directly  to  o?oi  S. 
It  was  equipped  with  a  thermometer  graduated  in  fifths  of  a  d^ree, 
which  gave  the  temperature  of  the  wedges.  The  optical  system 
is  shown  diagrammatically  in  Fig.  7.  This  saccharimeter  was 
inclosed  in  a  wooden  thermostat  insulated  with  asbestos.  The 
method  of  automatic  temperature  control  was  similar  to  that 
used  on  the  thermostat  described  above  in  connection  with  the 
large  polarimeter  for  absolute  measurements.  The  maximum 
temperature  variations  were  generally  a  few  hundredths  of  a 
d^;ree.  In  order  to  manipulate  the  quartz  wedges  the  milled 
head  was  removed  from  the  horizontal  rod  which  shifted  the 
wedges  and  replaced  by  a  long  shaft  which  passed  through  the 
wall  of  the  thermostat.  The  outside  end  of  the  shaft  was  fitted 
with  a  lever,  about  10  cm  long,  in  order  to  secure  the  slow  move- 
ment of  the  wedges  necessary  to  utilize  the  high  sensibility  of 
the  instrument. 

**  Bates.  Bull.  Bur.  Standards.  4.  p.  461  (1908). 
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The  Schmidt  &  Haensch  saccharimeter  was  a  modem  instru- 
ment and  an  excellent  example  of  the  work  of  that  firm.  It 
had  a  double  quartz-wedge  compensation  and  a  small  but  sensitive 
half-shadow  field.  The  half-shadow  angle  of  the  Lippich  polar- 
izing system  was  about  6*^.  This  saccharimeter  accommodated 
tubes  up  to  600  mm  in  length.  As  it  was  not  equipped  with  a 
thermometer  giving  the  temperature  of  the  wedges  a  hole  was 
made  in  the  metal  case  containing  the  analyzing  system  and  a 
thermometer  inserted  with  the  bulb  in  proximity  to  the  wedges. 
The  arrangement  of  the  optical  system  is  shown  in  Fig.  8.  The 
nickelin  scales,  being  illuminated  by  reflected  light,  had  a  broad 
black  line  between  verniers  and  scales.  This  fact,  together 
with  the  width  and  irregular  edges  of  the  rulings,  made  it  impossi- 
ble to  read  the  scales  with  an  accuracy  corresponding  to  that  with 
which  the  settings  could  be  made.  The  difficulty  was  overcome 
by  resorting  to  the  more  laborious  method  of  the  micrometer 
microscope.  The  regular  scale  telescope  of  the  saccharimeter  was 
replaced  by  a  microscope  equipped  with  parallel  cross  hairs  and 
rotating  drum.  The  graduations  on  the  drum  were  of  a  magni- 
tude such  that  one  division  corresponded  to  a  shift  of  the  cross 
hairs  of-  about  o?oi  S.  In  order  to  decrease  the  movement  of 
the  wedges  corresponding  to  a  given  movement  of  the  observer 's 
band  a  lever  was  attached  perpendicular  to  the  vertical  drive 
rod  which  moved  the  wedges. 

The  Peters  saccharimeter  was  an  excellent  instrument  built 
for  tubes  up  to  200  mm  in  length.  It  had  a  large  and  sensitive 
field.  The  Lippich  polarizer  had  a  half-shadow  angle  of  about 
6^.  The  optical  system  is  shown  diagrammatically  in  Fig.  9. 
The  instrument  was  equipped  with  a  thermometer  giving  the 
temperature  of  the  wedges.  The  same  difficulty  was  encountered 
in  reading  the  nickelin  sc^es  as  in  the  Schmidt  &  Haensch  sacchari- 
meter. It  was  overcome  in  the  same  way  by  the  use  of  a  suitable 
micrometer  microscope.  An  additional  lever  was  also  fotmd 
necessary  in  order  to  obtain  a  smaller  movement  of  the  quartz 
wedge.  The  instrument  was  tested  on  the  basis  of  standardiza- 
tion adopted  by  the  International  Sugar  Commission,  at  the 
Institut    fflr    Zucker-Industrie.     The    certificate    showed    that 
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eight  points  on  the  positive  wedge  were  checked  against  sugar 
solutions  with  a  maximum  error  of  o?02  S,  the  87?5  S  and  the 
100°  S  points  showing  zero  corrections. 

6.  LIGHT  SOURCES 

Two  spectrum  lines  were  utilized  for  the  measurement  of  the 
rotations  in  circular  degrees,  namely,  X  *=  5461  A  and  X  =  5892.5  A. 
The  former  is  the  so-called  "yellow-green"  line  of  incandescent 
mercury  vapor.  Its  many  advantages  for  polarimetric  work  have 
already  been  described  by  one  of  us.'^  The  lamps  used  were  of 
quartz.  These  were  fitted  with  special  air-cooling  apparatus, 
which  permitted  their  operation  at  the  high  current  densities 
necessary  to  give  the  desired  intensity.  The  source  X  — 5892.5  A 
was  obtained  from  the  two  sodium  lines  D^  and  D,  by  heating 
fused  NajCOg  in  an  oxyhydrogen  flame.  Both  of  these  sources 
were  carefully  purified  by  means  of  an  improved  type  of  disper- 
sive system  which  will  be  described  by  one  of  us  in  a  subsequent 
paper.  The  purification  secured  was  so  perfect  that  with  inten- 
sities sufficiently  high  to  permit  the  use  of  a  half-shadow  angle  of 
3*^  for  reading  the  solutions  the  field  of  the  instrument  was  well 
illuminated  and  tmif orm  in  color. 

The  white  light  source  used  in  the  saccharimeter  measurements 
was  the  same  as  that  employed  in  the  original  Herzfeld-Schonrock 
research  previously  referred  to  and  which  gave  the  relation 
100°  S  =«34?657  for  the  value  of  the  conversion  factor.  The  light 
from  a  Welsbach  mantle  (Auerlicht)  was  passed  through  a  15  mm 
thickness  of  a  6  per  cent  solution  of  potassium  bichromate  before 
it  entered  the  instrument.  This  method  of  modifying  the  char- 
acter of  the  light  was  officially  adopted  by  the  International 
Congress  for  Uniform  Methods  of  Sugar  Analysis  at  the  New 
York  meeting  *•  in  September,  191 2. 

7.  QUARTZ  CONTROL  PLATES 

Two  quartz  plates,  designated  Nos.  i  and  3,  were  used  through- 
out the  measurements.     Both  are  of  excellent  quality,  optically 
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the  Btireau  of  Standards.  They  have  been  tested  at  this  Bureau, 
and  at  the  Physikalisch-Technische  Reichsanstalt,  and  m  addi- 
tion plate  I  has  been  tested  at  the  Institut  fiir  Zucker-Industrie. 
A  summarized  statement  of  the  values  of  the  physical  constants 
of  these  plates  in  our  possession  at  the  beginning  of  the  research 
is  given  in  Table  5.  All  the  values  given  in  sugar  degrees  are  on 
the  basis  of  standardization  adopted  by  the  International  Sugar 
Commission.  The  values  in  the  column  headed  '* calculated" 
were  obtained  by  using  the  Herzfeld-Schdnrock  conversion  factor 
and  the  accepted  value  of  the  rotation  in  circular  d^;rees.  All 
rotation  values  are  for  20*^. 

TABLES 
Physical  Constants  of  Quartz  Control  Plates 


Dtam- 

etor 

Azii 

error 

RoMloain 

Plat* 

P.T.R. 

X-5892^ 
aceeptod 

X-S461A, 

Calco- 

but. 
ZQck. 

md. 

1 

15.6 
16.0 

ao52 

a037 

34.S97t 
34.629s 

34.596 
34.626 

34.596» 
34.6271 

40.662« 
4a  697a 

99.827 
99.915 

99.82 

3. 

^  Bates,  Ball.  Bar.  Standards,  2,  p.  239  (1906). 

In  order  to  utilize  the  high  sensibility  of  the  large  polarimeter 
it  is  necessary  to  take  unusual  precautions  to  insure  that  the 
axis  of  each  polariscope  tube  and  quartz  plate  be  parallel  to  the 
axis  of  the  optical  system  of.  the  instrument.  A  simple  calcula- 
tion shows  that  in  order  to  produce  an  increase  of  o?ooi  in  the 
rotation  angle  between  the  axis  of  tube  or  plate  and  that  of  the 
instnmient  must  be  about  27  minutes.  The  eyepiece  of  the  ob- 
serving telescope  was  replaced  with  a  Gauss  ocular  and  the  trough 
adjusted  imtil  the  axes  coincided  within  approximately  15 
minutes.  The  maximum  possible  error  due  to  this  source  was 
therefore  of  the  order  of  o?ooo5. 

8.  POLARISCOPE  TUBES 

The  polariscope  tubes  used  were  all  of  glass,  similar  in  design 
and  200  mm  in  length.  Preliminary  experiments  with  400  mm 
tubes  read  on  the  large  polarimeter  demonstrated  the  desirability 
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of  using  the  shorter  tube.  Two  of  the  saccharimeters  would  not 
take  the  400  mm  tubes  and  it  was  advantageous  in  each  experi- 
ment to  read  the  same  tube  on  both  saccharimeter  and  polar- 
imeter.  In  addition  the  short  tube  is  easier  to  handle,  it  is  not  so 
difficult  to  keep  the  temperature  of  the  liquid  uniform  throughout, 
and  the  definition  of  the  polariscope  field  is  considerably  better. 

All  the  tubes,  Fig.  6,  were  of  the  water-jacketed  type.  Owing 
to  the  fact  that  air-bath  thermostats  were  used  it  was  imnecessary 
to  flow  water  through  the  metal  jacket  to  maintain  the  temper- 
ature of  the  tube  at  20*^.  A  side  tube  with  a  10  mm  opening 
extended  into  the  tube  proper.  The  flared  outer  end  of  the  side 
tube  carried  a  glass  stopper  through  which  a  thermometer,  fitted 
to  the  stopper  by  a  groimd  joint,  extended  into  the  body  of  the 
solution.  A  capillary  opening  in  the  stopper  eliminated  any  imdue 
pressure  on  the  cover  glasses  and  consequent  danger  of  double 
refraction.  The  cover  glasses  were  carefully  selected  and  were 
fairly  free  from  internal  strains.  Inasmuch  as  the  measurements 
were  all  made  at  one  temperature,  practically  no  difficulty  was  ex- 
perienced in  preventing  leakage  arotmd  the  cover  glasses.  No 
adhesive  or  cement  was  necessary  to  prevent  evaporation.  The 
lengths  (Table  6)  were  determined  by  D.  R.  Miller  of  the  division 
of  weights  and  measures.  Inasmuch  as  the  rotation  measure- 
ments necessarily  extended  over  a  considerable  period  of  time,  the 
lengths  were  redetermined  after  an  interval  of  about  one  year. 
Both  determinations  were  in  good  agreement.  The*  values 
accepted  were  each  the  average  of  two  series  of  observations,  one 
series  being  taken  on  the  rim  and  the  other  with  the  cover  glasses 
in  place. 

TABLE  6 
Lengdis  of  Pokrizatioiii  Tubes,  with  Correctioiis  for  Noimtl  Solution 


Tube  mtmbw 

Lengfliin 

inflllnictm  it 

20*  C 

CorrtcUomiB 
degraei  mgar 

Correcdontin 
circuUirdtmw 

X- 5461 A 

8819A 

199.945±.005 
199.952±.005 
199.984±.005 
2O0.025d:.0O5 

+a028 
+  .034 
+  .008 
-.013 

+0.011 

8819B 

+  .010 

7294A 

+  .00s 

5797A 

—  .005 
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9.  ROTATION  PRODUCED  BT  POLARISCOPB  TUBBS  FILLBD  WITH 

WATER 

Any  change  in  the  general  appearance  of  a  photometric  field  is 
likely  to  cause  a  diflference  between  the  settings  before  and  after 
the  change.     The  magnitude  of  this  diflference  varies  with  the 
individual.     It  is  thus  of  great  importance  in  measuring  the 
absolute  rotation  of  a  substance  to  insure  that  no  change  in  the 
appearance  of  the  field  occurs  between  the  determination  of  the 
zero  point  and  the  tube  reading.     The  apparent  total  rotation  of 
a  tube  of  solution  may  thus  consist  of  the  rotation  due  to  the 
active  solution  plus  or  minus  a  small  apparent  rotation  due  to  the 
changed  appearance  of  the  field.     The  latter  may  be  due  to  a 
number  of  causes,  among  which  may  be  mentioned  slight  double 
refractions,  lens  effects,  etc.     Obviously  the  most  effective  method 
of  elimination  is  to  determine  the  zero  point  with  the  tube  filled 
with  the  inactive  solvent.     Owing  to  the  fact  that  it  was  necessary 
to  have  the  tubes  dry  before  filling  with  solution  it  was  impracti- 
cable to  do  this.     An  investigation  was  therefore  made  of  the 
change  in  the  zero  point  by  a  tube  filled  with  distilled  water.     In 
many  instances  after  the  observations  on  the  sugar  solutions  had 
been  made  the  tubes  were  thoroughly  cleansed  without  removing 
the  cover  glasses,  filled  with  distilled  water,  and  read.     A  series 
of  experiments  on  two  tubes  is  given  in  Table  7. 

TABLE  7 
Rotation  hj  Tubes  FiUed  with  Wator 


Tube 

7294A 

Tube 

8819A 

DegTMS 

DegreM 

-0.0015 

-a  0002 

-a  0020 

aoooo 

-a  0043 

+aoooi 

+0.0003 

-a  0013 

-0.0013 

-0.0009 

—0.0023 

aoooo 

0.0000 
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In  the  measurements  on  the  normal  solutions  the  zero  point 
was  determined  without  the  use  of  the  tube,  and  from  an  inspection 
of  the  data  in  Table  7  it  is  very  questionable  whether  any  increase 
in  the  accuracy  of  our  measurements  could  be  made  by  a  zero 
correction  obtained  by  reading  the  tube  filled  with  water.  We 
have  therefore  in  the  present  investigation  assumed  that  the  total 
rotations  measured  were  due  solely  to  the  sucrose. 

IV.  OBSERVATIONS  AND  COMPUTATIONS 

1.  SACCHARIMETER  VALUES  OF  QUARTZ  CONTROL  PLATBS 

In  order  to  determine  the  agreement  among  the  three  saccha- 
rimeters  and  the  average  deviation  from  the  Herzfeld-Schonrock 
values,  as  well  as  for  use  in  the  calculations  in  the  present  investi- 
gation, a  series  of  plate  readings  were  made.  The  data  are  sum- 
marized in  Table  8.  Each  value  is  the  average  of  two  series  of 
readings  by  independent  observers.  In  taking  the  readings  the 
procedure  was  to  make  six  settings  on  the  zero  point  followed  by 
six  settings  on  the  plate  and  four  on  the  zero.  The  agreement 
between  the  average  values  for  the  three  different  makes  of 
instruments  is  very  satisfactory,  and  is  an  excellent  illustration  of 
the  degree  of  perfection  attained  in  the  modem  saccharimeter. 
From  Table  5  tlie  sodium  values  of  plates  i  and  3  are  34^597  and 
34?628,  respectively.  Since  the  Herzfeld-Schonrock  value  gives 
o?34657  =  i®  S,  we  obtain  99?827  S  for  the  value  of  plate  i  and 
99?9i5  S  for  plate  3.  From  Table  8  the  grand  average  for  plate  i 
is  99?8o5  S  and  99?88,  S  for  plate  3.  The  average  difference 
between  the  observed  and  the  theoretical  values  is  thus  o?027  S. 
It  is  therefore  evident  that  these  modem  saccharimeters  give  an 
average  reading  which  is  o?027  S  lower  than  they  should  if  accu- 
rately standardized  on  the  Herzfeld-Schonrock  value  so  as  to 
conform  to  the  basis  of  the  International  Sugar  Commission.  A 
similar  calculation  using  the  old  equation,^  o?3469  =  i®,  shows 
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Pfalt»l 

(Herzfeld-Sclilnxock  vidiM- 
9998278) 

PteteS 

(Heniald-Sclilnxock  ViliM- 

9999158) 

.    Batet- 

Sdunldt 

P«lMt 

BatM- 
Fik 

Schmidt 

P«(an 

99982 
.85 
.81 
.82 
.80 
.78 
.77 
.82 
.82 
.78 
.81 
.79 
.81 

99981 
81 
.80 
.81 
.79 
.82 
.82 
.80 
.82 
.82 
.80 

99981 
.80 
.81 
.79 
.79 

99991 
.89 
.88 
.89 
.89 
.86 
.86 
.88 
.88 
.93 
.91 
.86 

99996 

.84 
.86 
.88 
.84 
.87 
.88 
.94 
.89 
.88 
.88 

99988 

.87 
.88 
.88 
.86 

Av.  9998011 

9998(b 

99980D 

99988, 

999884 

99987« 

Ofand  aftrags  lor  plito  3 . 


.  99980b 
.  99988t 


Avsnica  fautmnMot 
Avonigfi  fautmniMit 


Averaft. 


emr*  Batss-Fik 09024  8 

etior,  Schmidt  lb  HMnach 09024 

09034 

0902t 


^'\»5892.5  A 
<^^X-546lA 


FOR  THB  NORMAL  SUCROSE  SOLUTION 


The  ratio  of  the  rotations  of  quartz  for  X  —  5461 A  and  X  «=  5892.5A 
being  known  with  a  high  degree  of  precision  it  is  desirable  for 
use  in  the  present  investigation  as  well  as  for  other  purposes  to 
establish  a  similar  ratio  for  sucrose.  Since  the  constant  to  be 
determined  is  a  ratio  it  is  unnecessary  to  prepare  exactly  normal 
solutions  for  the  experiments,  although  the  solutions  used  were 
very  nearly  normal.  The  sucrose  was  taken  from  a  selected 
sample  of  known  purity.  Seven  complete  experiments  were  made. 
Two  tubes,  described  above,  were  measured  in  each  experiment, 
a  complete  set  of  observations  being  taken  by  two  independent 
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observers.  Since  it  is  of  great  importance  to  maintain  the  physical 
condition  of  the  tubes  constant  throughout  each  experiment  the 
temperature  was  carefully  controlled  at  20®  C  and  the  observa- 
tions completed  on  the  same  day  they  were  begun.  In  addition 
the  light  somx:es  were  so  arranged  that  the  shifting  from  one  to 
the  other  was  made  with  but  little  loss  of  time,  thus  eliminating 
the  possibility  of  a  change  in  the  condition  of  the  solution.  Ten 
zero  point  and  ten  tube  settings  were  made  by  each  observer  for 
each  light  source.  The  data  are  summarized  in  Table  9.  We 
have  therefore 

t'aV'"'"^  ^  -0.84922  (3) 

0     X-S46I  A 

TABLE  9 
Value  of  .J'^''^     for  Sucrose 


Biperiment 

^X- 5461  A. 
ctrcolar  degnet 

V^X-5892.5A. 
drcolar  d«craM 

V^X- 5892^1 

^X-546ll 

4a  7772 
4a  7761 
4a  7860 
4a  5044 
4a  5207 
4a  9978 
41.0110 

34.6949 
34.6239 
34.6357 
34.3975 
34.4073 
34.8163 
34.8297 

0.84937 

.84912 

84921 

.84923 

.84913 

84922 

84928 

Amnat. 

.  84922  dk.  00002 

Subsequent  to  the  determination  of  the  similar  ratio  for  quartz 
made  by  one  of  us,  a  redetermination  of  this  constant  was  made 
with  the  assistance  of  Francis  P.  Phelps,  on  the  apparatus  used 
in  the  present  research  and  the  value  0.85076  was  obtained,  the 
original  determination  giving  0.85094.  Taking  the  average  of 
these  we  obtain 

^  \"589a.5  A 
*'V546xA' 


=  0.85085 


(4) 


We  thus  have  0.00163  ^  the  difference  between  0.85085  and  the 
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sucrose  in  this  portion  of  the  spectrum,  thereby  producmg  color 
effects  in  the  field  of  the  quartz-compensating  saccharimeter  when 
a  white  light  source  is  used  and  necessitating  the  adoption  of  the 
potassium  bichromate  filter. 

3.  CORRSCnONS  FOR  TBMPBRATURB 

The  temperature  corrections  in  polarimetric  work  are  imusually 
complicated.  In  precision  measurements  it  is  therefore  desirable 
to  keep  all  corrections  as  small  as  possible.  Porttmately  the 
standardization  temperatiure  of  20®  C  being  practically  room 
temperature,  greatly  facilitates  this.  The  specific  rotation  coeffi- 
cient for  quartz  is  0.000136.  The  linear  coefficients  of  expansion 
parallel  and  perpendicular  to  the  optic  axis  and  for  the  nickelin 
scales  used  on  quartz  wedges  are  0.000007,  0.000013,  and  0.000018, 
respectively.  Thus  the  total  temperature,  coefficient  for  the 
ordinary  saccharimeter  is 

o.oooi36-ho.ooooo7— 0.000013 +0.00001 8— 0.000148  (5) 

If  the  scale  be  of  glass,  0.000008  must  be  substituted  for  0.000018 
and  the  right-hand  member  of  (5)  becomes  0.000138.  Since  the 
effect  of  the  expansion  coefficient  0.000148  is  to  lower  the  reading 
of  the  scale  with  an  increase  of  temperature,  the  apparent  polari- 
zation of  any  substance  is  lower  than  it  should  be  and  the  reading 
at  20®  (Sjo)  is  given  by  the  following: 

5ao  -5t  +5t  0.000148  (t  -  20)  (6) 

When  a  quartz  control  plate  is  read  in  a  saccharimeter  this  effect 
is  not  completely  compensated.  The  temperature  coefficient  of 
the  plate  is 

0.000136  4-0.000007  —0.000143  (7) 

The  reading  (W^)  of  the  plate  is  then 

H^2o  ^Wt+Wt  0.000005  (t  -  20)  (8) 

where  t  is  the  temperature  of  the  wedges.    The  correction  giv^xi 
by  (8)  changes  sign  if  the  scale  be  of  glass. 
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ture  coefficient  of  the  specific  rotation  at  20®  C  for  the  normal 
sucrose  solution  (/>  — 23.701)  has  been  given  by  Schdnrock  as 
0.000184.  The  expansion  coefficient  of  the  solution  is  0.000285. 
The  temperature  coefficient  for  tube  and  solution  is  thus 

-0.000008  +0.000184  +0.000285  -0.000461  (9) 

and  the  reading  of  the  solution  at  20®  C  (R^o)  is  given  by 

i?2o"^t+i?t  0.000461  (/-20)  (10) 

4.  DETERMINATION  OF  THE  READING  OF  THE  NORMAL  SOLUTION  ON 
THE  HERZFELD-SCHOnROCK  SCALE 

In  order  to  check  the  accuracy  of  the  Herzfeld-Schdnrock  scale 
10  complete  experiments,  numbers  25  to  34,  inclusive,  were  made 
in  the  final  series  of  measurements.  Two  200-mm  tubes  of  solu- 
tion were  used  in  each  experiment,  with  the  exception  of  number 
26,  in  which  one  tube  was  lost.  The  solutions  were  prepared  as 
described  above.  The  fact  that  no  attempt  was  made  to  prepare 
accurately  normal  solutions  was  of  advantage  in  that  the  observers 
could  be  in  no  degree  prejudiced  by  a  foreknowledge  of  what  the 
instrument  reading  should  be.  Only  after  the  experimental  work 
was  completed  and  the  correction  for  the  concentration  applied 
was  the  reading  of  the  normal  solution  known.  If  the  Herzfeld- 
Schonrock  values  for  the  international  comimission's  basis  of 
standardization  are  correct,  then  our  solutions,  when  corrected 
for  concentration,  should  read  100®  S  on  the  saccharimeter  within 
the  limits  of  the  experimental  error. 

The  data  describing  the  solutions  used  in  the  final  series  of  meas- 
urements are  given  in  Table  10.  In  each  experiment  the  solu- 
tions were  made  up  to  volume  and  all  observations  completed  on 
the  same  day.  Each  of  the  two  tubes  was  read  by  two  observers 
on  two  saccharimeters.  When  the  tubes  were  first  placed  in  a 
thermostat  they  were  allowed  to  remain  at  least  two  hotu^  before 
reading,  in  order  to  bring  solution  and  air  to  the  same  temperature. 
In  experiments  25  and  26  no  plate  readings  were  taken.  Not  less 
than  six  zero-point  settings  were  made,  followed  by  not  less  than 
six  tube  settings  and  four  more  zero-point  settings.  The  second 
tube  was  then  read,  and  finally  not  less  than  six  additional  zero- 
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point  settings  made.  In  experiments  27  to  34,  inclusive,  the 
zero  points  were  not  read.  Instead  six  readings  were  taken  on 
plate  I ,  followed  by  eight  readings  on  a  tube  of  solution,  six  readings 
on  plate  3,  and  eight  on  the  second  tube  of  solution.  The  tem- 
peratures of  the  air  bath,  the  solution,  and  the  wedges  were  taken 
at  the  beginning  and  end  of  each  set  of  six  or  eight  observations. 
A  complete  record  was  thus  secured  of  the  temperature  conditions 
throughout  each  experiment.  Owing  to  the  excellence  of  the 
thermostats,  we  were  able  to  make  our  measurements  at  a  prac- 
tically constant  temperature,  which  seldom  differed  from  20*^  C 
by  more  than  o?2  C.  The  corrections  to  be  applied  were  there- 
fore small. 

In  the  present  investigation  all  solutions  were  made  up  to  volume 
at  20^  C.  In  order  to  obtain  the  rotation  on  the  saccharimeter, 
it  is  then  necessary  to  correct  the  reading  for  the  temperature 
di£Ference  between  20*^  C  and  the  solution  temperature  and  20®  C 
and  the  quartz-wedge  temperature.  The  instrument  correction 
was  obtained  from  (6)  (f  being  the  temperature  of  the  wedges)  and 
seldom  exceeded  o?oo3  S.  No  distinction  was  made  between  the 
corrections  for  glass  and  nickel  in  scales.  Similarly,  in  reading 
the  quartz  plates,  equation  (8)  was  ignored  owing  to  the  fact  that 
the  correction  was  negligible.  The  correction  for  the  solution  is 
given  by  (10).  The  magnitude  of  this  correction  rarely  exceeded 
o?oi  S. 

The  agreement  between  the  readings  of  the  individual  observers 
for  the  final  series  of  measurements  is  shown  in  Table  1 1.  While 
it  is  true  that  all  difference  in  color  between  the  two  halves  of  the 
field  of  a  saccharimeter  is  not  eliminated  by  the  use  of  the  bichro- 
mate cell,  yet  the  elimination  must  be  fairly  complete  as  indicated 
by  the  agreement  between  the  readings.  This  is  in  accord  with 
the  results  obtained  by  SchSnrock'*  who  has  made  an  investigation 
of  this  important  point. 

The  saccharimeter  readings  for  the  normal  solutions  are  given 
in  Table  12.  In  experiments  25  and  26  the  rotation  is  the  differ- 
ence between  the  zero  point  and  the  tube  reading  after  adding 
the  scale  correction  from  Table  4.     In  the  remaining  experiments 

»Locdt. 
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TABLE  10 
Data  on  the  Pieparation  of  the  Solutions 
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Dedgnatloo 

Weight  of 
tiinr(alr, 

weSbte) 

Weight  of 
aohitlon 

In  vacuo 

tablea 

Votame  of  aohitlon 

Xxperlment 

Cmnpwted 

welghfa 
anddenalty 

Byflatfk 
mark 

1 

2 

3 

4 

5 

6 

7 

8 

25 

Fraction  27.... 
Fraction  27.... 
Fraction  27.... 

SampleC 

Fraction  30.... 
Fraction  32.... 
Fraction  31.... 
Fraction  31.... 

Sample  A 

Sample  B 

8 

24.370b 
26.2071 
34.0521 
24.0291 
23.856. 
34.018b 
24.1811 
26w003b 
34.3261 
25.88U 

g 
10L570 
109.497 
142.665 
101.546 
101. 381 
142.636 
101.496 
109.533 
143.045 
109.610 

Percent 
23.986t 
23.9261 
23.86U 
23.655r 
23.523b 
23.8419 
23.8179 
23.732. 
23.988r 
23.604s 

1.09891 
1.09663 
L09834 
1.09741 
L09660 
1.09625 
1.09814 
1.09775 
1.09892 
1.09717 

cc 

92.514 
99.761 
13a  010 

cc 

92.518 
99.750 
13a  012 

26 

27 

28 

29 

92.518 
13a  000 

92.520 
129.997 

30 

31 

32 

33 

34 

TABLE  11 
Agreement  Between  Individual  Observers  with  Use  of  Bichromate  Light  Filter 


«^ 

Bate».Frlc 

SdunldtAHattich 

Petals 

ObaermA 

ObiervwB 

ObaerverA 

ObaerverB 

ObiervwA 

ObeerrerB 

25 

Degreei 
99.906 
99.916 
99.872 
99.874 
99.893 
99.920 
99.863 
99.901 
99.896 
99.905 

Degreei 
99.891 
99.902 
99.874 
99.883 
99.872 
99.937 
99.884 
99.898 
99.907 
99.896 

Degreei 

Degreei  > 

99.903 
99.852 
99.905 
99.894 

Degreei 

Degreei 

35 

99.852 

99.870 

a  99. 912 

27 

28 

29 

99.859 
99.890 
99.885 

99.965 
99.915 
99.878 

99.854 

30 

99.928 

31 

99.909 

32 

99.884 

33 

99.887 

34 

99.900 

Mean. 

99.895 

99.895 

99.876 

99.889 

99.899 

99.894 

o  Solotioii  obaer?ed  in  only  one  polarlacope  tulM. 
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TABLE  12 
Reading  of  the  Nonnal  Solntion  on  the  Saccharimeter 
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Xxptrlmeiit 

Av«n«»rota- 

ttontlMhillon 

lor  two  Mc- 

ClUli  nbkHtWBf 

dofreottofir 

RoMloaofnonnalaohilloooii  th*  Mocharteieter,  dofieot  tofir 

Bat0S-fric 

SdmildtA 
HiOTorh 

Poters 

Aveiafo 

1 

9 

10 

11 

12 

13 

25 

101.19k 
10a89i 

loaeu 

99.68r 
99.044 
10aS6t 

ioa4it 

10a  05i 
10L23f 
99. 43^ 

99.90^ 
99.901 
99.87s 
99.881 
99.88^ 
99.93t 
99.871 
99.901 
99.90i 
99.9Cb 

99.90^ 
99.8S1 
99.88t 

99.90k 

99.9O1 

26 

99.880 

27 

99.881 

28 

99.89k 

29 

99.85t 
99.9I1 
99.89b 
99.92y 
99.90K 
99.891 

99.87* 

30 

99.92i 

31 

99.881 

32 

99.9I4 

33 

99.90i 

84 

99.89r 

Av«nc«. 

9998976 

99988tS 

99?89iS 

99989kS 

the  total  instrument  correction,  including  the  zero-point  error,  is 
found  by  subtracting  the  Herzfeld-SchSnrock  values  of  plates 
I  and  3  from  the  readings  of  these  plates  in  each  experiment.  The 
value  obtained  when  this  correction  is  added  to  the  tube  reading 
gives  the  actual  reading  of  that  tube  on  the  Herzfeld-Schonrock 
scale.  This  method,  which  is  much  used  in  polarimetric  measin^- 
ments  when  a  plate  of  known  value  can  be  used  to  eliminate  errors 
due  to  instrument  and  light  source,  obviates  the  necessity  of 
reading  the  zero  point.  It  also  eliminates  as  far  as  possible  the 
question  of  any  error  due  to  a  change  in  the  instrument  correction. 
The  final  correction  to  be  applied  to  the  tube  reading  is  that  for 
concentration.  Inasmuch  as  we  may  assume  that  the  rotation  is 
directly  proportional  to  the  concentration  we  have 


(II) 


where  R  and  C  are  the  rotation  and  concentration  of  the  normal 
solution  and  R'  and  C  the  rotation  and  concentration  of  a  near 
normal  solution.     From  the  definition  of  the  normal  solution  C  is  26 
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grams,  and  as  all  weighings  were  corrected  to  vacuo  it  becomes 
26.0159.     R'  is  the  observed  saccharimeter  reading. 

^.    .      I     ^/  Weight  of  sugar  in  vacuo 

Obviously  C'»ioo  — tt^ e     1  ^ 

•^  Volume  of  solution. 

Weight  of  sugar  in  vacua  X  density  of  solution 
^  Weight  of  solution  in  vacuo. 

We  thus  have 

„         ^  R^  (Weight  of  solution  in  vacuo)  >    . 

i?«0.260I50  ffz 7- J r-?i \  rtir  -    t^j.     r ^ \       (l2) 

"'^  (Density  of  solution)  (Weight  of  sugar  m  vacuo)     ^    ' 

Equation  (12)  was  applied  to  the  rotation  of  each  tube  as  meas- 
ured by  each  observer,  giving  four  values  for  the  rotation  of  normal 
solution  on  each  saccharimeter  in  each  experiment.  The  rotations 
given  in  columns  10, 1 1,  and  12,  Table  12,  are  the  averages  of  these 
four  values.  Column  9  shows  the  rotations  actually  measured. 
The  values  in  column  13  show  the  rotation  of  the  normal  solution 
on  the  Herzfeld-Schonrock  scale  for  each  experiment.  It  will  be 
observed  that  the  agreement  of  the  determinations  for  the  different 
saccharimeters  as  well  as  that  between  the  individual  experiments 
is  very  satisfactory  and  that  in  no  instance  did  the  rotation  of  a 
normal  solution  even  approximate  100®  S.  The  average  of 
column  13  is  99?89,  S.  We  therefore  conclude  that  the  Herzfeld- 
Schonrock  scale  is  in  error  by  o?i05  S;  and  that  the  ordinary 
saccharimeter,  inasmuch  as  its  wedges  are  calibrated  to  that 
scale,  gives  readings  for  polarizations  in  the  neighborhood  of 
100°  S  that  are  o?!©^  S  too  low.'** 

5.  THE  ABSOLUTE  ROTATION  OF  THE  NORMAL  SOLUTION  FOR  THE 
MERCURY  LINE,  X»5461  A 

On  the  same  day  that  each  of  the  saccharimeter  measurements 
given  in  Table  12  was  made  the  solutions  were  read  in  the  large 
polarimeter  to  obtain  the  rotation  of  the  normal  solution  for  the 
polarimetric  standard  light  source,  the  so-called  yellow-green  line 

M  Subsequent  to  the  presenution  of  our  preliminary  paper  at  the  Bighth  Intematknal  Congresa  of 
Applied  Chemistry.  Walker  checked  our  value  for  the  reading  of  the  normal  soluUon  on  the  saccharimeter. 
(See  Sugar,  17.  No.  3,  p.  47  (19x5) .  He  prepared  sucrose  by  the  alcohol  method  and  obtained  99?88  S.  He 
abo  read  a  standard  sample  issued  by  the  Btueau  of  Standards  and  obtained  99?9o  S.  It  is  important 
to  note  that  a  careful  experimenter  with  average  laboratory  facilities  obtains  results  in  agreement  with 
the  value  civen  in  Table  la. 
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of  incandescent  mercury  vapor,  X  «  5461  A.  When  the  tubes  were 
placed  m  the  instrument  ample  time  was  allowed  for  the  solution 
to  come  to  the  temperature  of  the  thermostat.  This  was  done 
because  the  thermometer  in  the  solution  was  not  read.  Instead 
the  temperature  of  the  air  in  the  immediate  vicinity  of  the  tube 
was  taken. 

TABLE  13 
Rotalkn  of  nonnal  Sohstioa  te  X«i5461  A 


SifefimMitNo. 

Rslatton 
X-5461A 

BipKliiiratNo. 

Btfwtiffn 
X-54611 

25 

40.757 
40.770 
40.761 
40.763 
40.751 
4a  773 

31 

4a  749 

26 

32 

4a  769 

27 

33 ;. 

40.771 

28 

34 

4a  767 

29 

Av«n«» 

so 

4a  763 

Each  of  the  two  tubes  was  read  by  two  observers.  Each 
observer  made  not  less  than  six  readings  on  the  zero  point,  alter- 
nating with  right  and  left  eyes.  The  temperature  was  then  taken 
and  not  less  than  six  readings  made  on  the  tube  of  solution,  tem- 
perattu-e  taken,  and  not  less  than  six  zero-point  readings  made. 
Temperature  was  then  taken  and  the  second  tube  read.  Tempera- 
ture was  again  taken  and  six  additional  zero-point  readings  made. 
The  scale  readings  were  equally  divided  between  the  two  reading 
telescopes,  180^  apart,  in  order  to  correct  for  any  eccentricity  of 
the  circle.  In  general,  the  zero-point  readings  immediately  pre- 
ceding and  following  the  tube  readings  were  taken  to  determine 
the  zero  point  for  that  tube.  The  effect  of  any  possible  shift  in  the 
zero  point  such  as  might  arise  from  a  change  in  the  illuminating 
system  is  thus  eliminated.  In  making  the  corrections  for  the 
temperatures  of  the  solutions  (24)  was  used.  The  temperature 
of  the  thermostat  was  maintained  so  nearly  at  20®  that  the  mag- 
nitude of  the  correction  was  seldom  o?oo2.  The  results  of  the 
measurements  are  given  in  Table  13.  In  the  development  of 
polarimetric  measiffements  at  the  Bureau  of  Standards  a  number 
of  different  methods  of  purification  for  intense  monochromatic 
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sources  have  been  experimented  with.  The  two  S3rstems  finally 
adopted  show  a  small  unexplainable  difference  in  the  rotations 
obtained.  We  have  therefore  made  a  correction  of  o?oo4  to  the 
rotations  actually  measured  so  that  our  values  are  what  we  would 
have  obtained  had  the  solutions  been  measiued  with  both  dis- 
persive systems.  The  rotation  of  the  normal  solution,  column  2, 
correcting  for  concentration,  was  obtained  from  (12).  Taking  the 
average  value  for  the  10  experiments  we  obtaiii 

Normal  sugar  solution  — 100®  sugar  — 

40? 763  (X  -  5461  A)  at  20^  C  ^^3^ 

6.  THB  ABSOLUTS  ROTATION  OF  THB  NORMAL  SOLUTION  FOR  THE 
SODIUM  LINBS,  X-5802.5  A 

In  Table  9  the  ratio  of  the  rotations  of  the  near-normal  sucrose 
solution  for  X*  5892.5  A  and  X«'546i  A  is  shown  to  be  0.84922. 
The  rotation  of  the  normal  solution  for  X  — 5461  A  being  40?  763 
we  have 

Normal  sugar  solution  —  loo*'  sugar =40?763Xo.84922  .    . 

-34?6i6,  (X«  5892.5  A)  at  20^  C  ^'*' 

as  the  absolute  rotation  of  the  normal  solution  for  the  sodium 

lines. 

7.  DETERMINATION  OF  THB  CONVERSION  FACTOR 

The  value  of  the  conversion  factor  has  been  determined  by  two 
methods  of  calculation,  both  of  which  are  wholly  independent  of 
the  data  obtained  by  previous  investigators.  In  both  methods 
the  tubes  of  solution  are  used  to  make  an  independent  calibration 
of  the  wedges  of  the  saccharimeters  in  each  experiment.  Inas- 
much as  the  same  fundamental  data  are  used  in  each  procedure, 
the  object  in  determining  the  conversion  factor  by  two  methods  is 
to  secure  a  positive  check  on  the  final  value  for  each  experiment. 

From  the  definition  of  the  conversion  factor  previously  given 
we  have 

inn  rotation  of  niate  in  circular  decrees      .     . 
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plates  on  the  true  saccharimeter  scale  as  determined  by  our  normal 
solutions. 

The  first  method  is  the  more  direct  of  the  two.  The  conversion 
factor  is  calculated  for  each  experiment  entirely  from  the  data 
secured  during  that  experiment.  This  has  bc^n  accomplished 
by  calculating  directly  the  correction  which  must  be  applied 
to  the  saccharimeter  reading  in  order  that  the  normal  solution 
shall  read  100^  S  on  that  scale.  All  the  errors  (involved  in 
the  instrument  error,  such  as  zero  and  scale  errors,  are  auto- 
matically eliminated.  The  correction  for  each  experiment  is  thus 
obtained,  which  must  be  applied  to  the  quartz-plate  readings 
taken  during  the  experiment  to  find  the  values  of  the  plates  on  the 
true  scale.  The  latter  must  be  known  in  order  to  calculate  the 
conversion  factor.    We  have  therefore 

100®  S  (true  scale)  -  (Reading  of  solution 

± instrument  correction)  (concentration  factor)        ^^  ' 
or 

Listnmient  correction'^ 

-Reading  of  solution-g^^^^^^^  (17) 


In  this  method  advantage  is  taken  of  the  fact  that  the  true  scale 
and  the  Herzfeld-Schonrock  scale  differ  by  only  o?i  S  at  the  loo® 
points.  It  thus  becomes  possible  to  use  quartz  plates  whose 
sugar  values  differ  to  a  considerable  degree  from  that  of  the  true 
normal  quartz  plate  without  appreciable  error  due  to  the  differ- 
ence in  the  units  of  the  two  scales.  Plate  3,  with  a  value  of 
99?9i5  on  the  Herzfeld-SchSnrock  scale  is  very  nearly  a  normal 
plate  for  the  true  scale,  and  plate  i ,  with  a  value  of  99^827  differs 
by  less  than  o?i  S  from  a  true  normal  plate.  The  maximum 
pos^le  error  in  the  value  of  the  rotation  of  plate  i  on  the  true 
scale  is  therefore  of  the  order  of  o?oooi  S  and  is  negligible.  The 
instrument  correction  given  by  (17)  is  applied  to  the  quartz-plate 
readings  secured  in  each  experiment  to  obtain  the  values  of  the 
plates  on  the  true  saccharimeter  scale.     The  conversion  factor 
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In  the  second  method  the  scale  readings  on  plates  i  and  3  in 
each  experiment  are  averaged.  The  difference  between  this 
value  and  the  averages  for  the  two  saccharimeters  used,  given 
in  Table  8,  gives  the  zero  correction.  The  correction  is  applied 
to  the  tube  readings  giving  the  observed  rotation  of  the  solution. 
The  correction  for  concentration  is  then  made  by  equation  (12) 
which  gives  the  rotation  of  the  normal  solution.  This  value  would 
have  been  100^  S  on  a  true  scale.  We  have,  therefore,  using  the 
observed  plate  rotation  from  Table  8,    ' 

Rotation  of  plate  on  true  scale 

^100  (Observed  rotation  of  plate)  .    . 

*     (Reading  of  normal  solution)  ^    ' 

The  conversion  factor  is  then  calculated  from  (15). 

Although  the  procediue  in  this  method  differs  from  that  indi- 
cated in  the  preceding  and  a  zero-point  correction  is  necessary, 
it  should  be  noted  that  any  possible  error  in  the  determination  of 
the  zero  point  due  to  the  use  of  the  plate  values  from  Table  8, 
can  not  enter  into  the  value  for  the  plate  rotation  on  the  true 
scale.  Obviously  from  (18)  the  desired  value  is  a  ratio.  Since 
any  error  made  in  determining  the  zero  point  is  present  in  both 
the  numerator  and  the  denominator  of  (18),  it  is  not  essential  to 
know  the  plate  readings  from  Table  8  to  an  accuracy  greater  than 
will  affect  the  value  of  the  sixth  figure  in  the  ratio.  In  this  method 
as  well  as  in  the  first  method  no  accurate  determination  of  the  zero 
point  is  essential  and  the  number  of  saccharimeter  readings  in 
each  experiment  necessary  to  the  determination  of  the  conversion 
factor  is  reduced  to  the  minimum. 

The  values  of  the  conversion  factor  by  the  first  method  are  given 
in  Table  14.  The  procedure  indicated  above  for  that  method  was 
modified  in  using  the  data  from  experiments  25  and  26.  Since 
the  zero  was  directly  determined  the  scale  correction  was  calculated 
by  using  the  instrument  correction  from  (17),  and  added  to  the 
plate  values  from  Table  8  in  order  to  obtain  the  reading  of  the 
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the  series  is  an  excellent  illustration  of  the  reliability  of  the  mod- 
em saccharimeter  over  considerable  intervals  of  time.  The 
values  obtained  by  Method  II  are  identical  with  those  given  in 
Table  14  and  are  therefore  omitted. 

The  average  of  column  5  in  Table  14  is  34?620i  and  the  corres- 
ponding value  calculated  by  Method  II  is  34?62o,.    The  final 
average  value  is  therefore  34?62o„  and  we  have 
Normal  quartz  plate  =»  100^  S  »  34^620  (X  -  5892.5  A)  at  20®  C    (19) 

iOS-o?3462o(X-5892.5A)at20^C  (20) 


2?8885oS-i^(X- 5892.5  A) 

TABLB  14 
D»lMTnlnation  of  CooTorakn  Factor  by  Motliod  I 


(21) 


■ohitioa 
matefi. 

CoiiTWtkii  teeter  (dioiter  dnvMS) 

BiHri»«l 

X-58n.3A 

X-S461A 

Ptetel 

Ptete3 

Avtctfe 

Ptetel 

Ptete3 

Avtctfe 

1 

2 

3 

4 

5 

6 

7 

8 

25 

10L31 
101.09 
1O0191 

ioao2 

•  101.68 
103.20 
103.05 
102.72 
103.92 
102.13 

34.6201 
.6141 
.60St 

.617« 
.608» 
.6261 
.620* 
.6191 
.6259 
.6211 

34.6231 
.617i 
.622« 
.617t 
.616i 
.629r 
.6I81 
.634t 
.6211 
.621, 

34.622, 
.615t 
.6131 
.617» 
.612, 
.6280 
.619* 
.627, 
.623« 
.621< 

4a69(lb 
.683« 
.672, 
.6861 
.677i 
.697. 
.690^ 
.689b 
695. 
.6914 

4a694« 
6861 

.6911 
.686» 
.68S1 

.700^ 
.6869 
.7064 
.69U 
.691« 

4a  69% 

16 

.6859 

27 

.682i 

a 

.6861 

29 

.68U 

30...     . 

.698b 

31 

.6881 

32 

.698i 

S 

.699b 

84 

.691s 

Avange. 

34.62Q|i:a0012 

40. 689b±0. 0013 

The  average  of  column  8  in  Table  14  is  40?689a  and  the  corre- 
sponding value  calculated  by  method  II  is  40?689,.  The  final 
average  value  is  therefore  40?689g  and  we  have 

Normal  quartz  plate  =  100®  S  =«  40? 690  (X  =»  5461  A)  at  20*^  C     (22) 

I  ^  S  -  o?4o69o  (X  =  546 1  A),  at  20^  C     (23) 
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8.  BIFFBRENCB  IN  CIRCULAR  BBGREBS  BBTWBBN  THE  NORHAL  QUARTZ 

PLATB  Ain>  THE  NORlfAL  SOLUTION 

The  rotation  of  the  normal  solution  for  soditim  light  is,  from 
equation  (14),  34?6i7,  and  of  the  normal  quartz  plate  is  34?620 
from  (19).  The  rotation  of  the  plate  thus  differs  by  only  o?oo3 
from  that  of  the  solution,  and  no  great  error  would  have  been 
made  had  previous  investigators  used  the  rotation  of  the  normal 
solution  for  sodium  light  as  the  conversion  factor.  This  condition 
no  longer  holds  when  X  »  5461 A  is  used  for  the  absolute  rotations. 
From  (13)  the  rotation  of  the  normal  solution  for  that  source 
is  40?763,  and  from  (20)  40?690  for  the  plate.  The  rotation 
of  the  solution  is  thus  o?073  larger  than  the  plate.  These  differ- 
ences being  of  opposite  sign  indicate  that  the  rotary  dispersion 
curves  of  the  normal  solution  and  normal  plate,  at  20^  C,  have  a 
point  in  common.  A  calculation  based  on  the  above  data  and 
using  the  ordinary  dispersion  formulae  for  quartz  and  sucrose 
fixes  the  crossing  point  at  approximately  X— 0.585  /*•  The  nor- 
mal quartz  plate  might  thus  be  defined  as  one  which  has  the  same 
rotation  in  circular  degrees  as  the  normal  sugar  solution  for 
X « 0.585  M-  We  do  not  consider  it  safe,  however,  to  lay  too 
much  stress  on  this  definition.  The  rotation  difference  of  o?oo3 
is  of  nearly  the  same  magnitude  as  the  experimental  error  of  the 
measurements.  The  question  of  the  actual  crossing  can  be  settled 
only  by  making  an  accurate  experimental  determination  of  the 
curves. 

9.  CALCULATED  DIFFBRBNCB  IN  SUGAR  BBGREBS,  FOR  NORHAL  SOLU- 
TION»  BETWEEN  WHITE  LIGHT  WITH  BICHROMATE  FILTER  AND 
X-5892.5A 

Owing  to  the  difference  in  the  rotation  dispersion  curves  of 
sugar  and  quartz  it  is  obvious  that,  although  by  definition  the 
normal  solution  and  plate  both  read  100®  S  on  the  saccharimeter 
with  white  light  and  bichromate  filter,  they  may  not  have  the 
same  rotation  when  the  light  source  is  X  =  5892.5  A.     In  that 
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for  sodium  light  is  slightly  higher  than  100^  S.  Schonrock," 
after  a  careful  experimental  determination,  gives  ioo?03  S  as  the 
reading  of  the  normal  solution  for  sodium  light. 

10.  ROTATION  DIFFERBNCE,  IN  SUGAR  DEGREES,  FOR  NORMAL 
SOLUTION  BETWEEN  X»5461  A  AND  X«5892.5  A 

Owing  to  the  constantly  increasing  use  of  the  source  X  —  5461  A 
it  is  important  to  know  the  reading  of  the  normal  solution  on  the 
saccharimeter  with  this  source  as  compared  with  soditun  and 
white  light.  We  know  from  (14)  that  when  the  normal  solution 
is  read  in  the  saccharimeter  with  soditun  light  the  rotation  of  the 
plane  of  polarization  is  34?6i7.  This  value  is  therefore  the  nega- 
tive rotation  of  that  thickness  of  the  quartz  plate  which  compen- 
sates when  the  wedge  is  shifted  to  give  a  match.  If  the  source  is 
changed  to  X  =  5461  A  the  rotation  of  the  solution  is  40?  763  from 
(13),  and  that  of  the  plate,  using  (4),  is 

The  rotation  of  the  plate  is  now  o?o78  less  than  that  of  the  solution. 
This  diflference,  using  (24)  is  o?i92  S  and  the  thickness  of  the 
compensating  plate  must  be  increased  by  shifting  the  wedge  that 
amount.     We  have  therefore 

Saccharimeter  reading  x-546t  A — saccharimeter  reading  x^sb^^-s  A  =  , 
o?i9,S  (^^> 

Since  the  reading  of  the  normal  solution  for  X  =  5892.5  A  is  99?99  S 
the  reading  for  X  =  5461  A  is  100?  18  S. 

The  results  of  an  experimental  study  of  this  diflference  is  given 
in  Table  1 5.  The  readings  were  taken  by  two  independent  observ- 
ers. The  soditun  and  mercury  light  sotu-ces  were  purified  spec- 
troscopically;  and  the  apparatus  was  so  arranged  that  the  shift 
from  one  light  source  to  the  other  could  be  quickly  made.  The 
average  diflference  obtained  was  o?i85  S.  This  value  is  in  agree- 
ment with  the  calculated  value  of  o?i92  S.  Schdnrock  ••  as  the 
result  of  an  experimental  determination  gives  o?ii7  S  for  the 
right-hand  member  of  (26);  whereas  by  calculation,  using  the 
ratios  for  sugar  and  quartz  for  the  two  wave  lengths,  he  obtains 
o?i88  S. 

a  Schdnrodc  Zs.  Ver.  Zuckerind.,  M.  p.  55a  (X904).  "  Loc.  dt. 
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TABLB  15 
Rotttioo  Bifferencey  Nonnal  Solution,  for  Nt  and  Hg  Sources 
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.16 

.18 
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.22 

Ocmd  tfwac^  both 


0.18». 


11.  TmCKNESS  OF  THE  NORMAL  QUARTZ  PLATE 

Inasmuch  as  we  have  found  the  value  of  the  conversion  factor, 
in  the  rotation  of  the  normal  quartz  plate,  to  be  34?62o  for 
X  =  5892.5  A  and  40?690  for  X  =  5461  A,  the  old  value  of  i  .5958  mm 
for  the  thickness  of  the  normal  plate  is  no  longer  applicable. 
Gumlich*^  as  the  result  of  a  painstaking  investigation,  foimd  the 
rotation  of  i  mm  of  quartz  for  X  =  5892.5  A,  the  light,  travelling 
parallel  to  the  optic  axis,  tobe2i?7i82±  0.0005  at  20®  C.  Re- 
cently Lowry  ^*  has  made  a  number  of  measurements  on  the  rota- 
tion of  quartz  and  finds  at  20^  C  2i?7283  per  mm  for  sodium 
light,  and  25?537i  per  mm  for  X«546i  A.  The  values  of  the 
thickness  of  the  normal  plate  calculated  from  the  above  data  are 
given  in  Table  16.  The  agreement  between  the  second  and  third 
values  in  column  4  is  very  satisfactory  in  view  of  the  fact  that  two 
independent  values  of  the  rotation  per  mm  are  used.  The  agree- 
ment between  Gumlich's  and  Lowry's  values  for  sodium  light  is 

not  satisfactory. 

TABLE  16 

Thickness  of  the  Normal  Quartz  Plate  in  Millimeters 


Wave  lenctb  of  Ught  wnuce 

1 

Rotetku  of  nonnal  plide 

2 

Rotation  of  1  mm  of 
quarts  at  20*  C;Uflit 
parallel  to  optic  iSr 

3 

Thkkneai  of 
normal  plat« 

4 

S892.5A. 

349620  (BaiM  lb  JackMn)... 
M9620  (Baias  lb  Jackaoo)... 
409«90  (Balea  lb  Jackion).. 

2197182  (Gumlkh) 

2197283  (Lowiy) 

2595371  (Lowfy). 

mm 
1.5940 

5192.5  A      

L5934 

5461.  k 

L5934 

*«E.  Gnmlich.  Wiss.  Abh.  der  Pbytikaliicb-Teclmiacfaen  Reichianatalt,  2,  p.  aox  (1895);  Zs.  Inatrlu, 
p.  97  (1896). 
"Lowry,  PhiL  Trans.,  Sit,  p.  a88  (x9xa-xj). 
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12.  THE  SPBCmC  ROTATION  OF  SUCROSE 

The  rotation  of  the  normal  solution  for  X- 5892.5  A  is  34?6i7 
from  (14)  and  for  X- 5461 A  is  40?763  from  (13).  Since  this 
solution  contains  26.016  g  of  sugar,  weighed  in  vacuo,  in  100  cc, 
at  20®  C,  we  have 

L,«,..,A       2X26.016  "*  ^  (27) 

and 

100X40.763        go 

-S4«..A  "  2x26.016      '  "-^^  (28) 


Of  all  the  polarimetric  constants  relating  to  the  sugars  none 
have  received  the  thorough  study  by  numerous  investigators 
that  has  been  given  to  the  specific  rotation  of  sucrose.  The 
fomiulae  of  ToUens"  and  of  Nasini  and  Villavecchia*^  giving  the 
values  at  different  concentrations,  have  been  generally  accepted 
as  the  most  accurate.    Landolt"  has  combined  the  two  giving 


tt, 


I  a  1  =  66.435  +0.00870  C  -0.000235  C  (C  -»o  to  65)        (29) 

-S89>.5  A. 


where  C  is  the  number  of  grams  per  100  cc  of  solution. 
Taking  C  =  26.016  we  obtain  from  (29) 


H 


=  66?502  (30) 

It  will  be  observed  that  this  value  agrees  fairly  well  with  that 
given  by  (27),  the  difference  being  o?o27.  However,  the  agree- 
ment is  not  as  good  as  it  should  be.  In  view  of  the  recent  refine- 
ments in  polarimetric  measurement,  we  are  of  the  opinion  that 
66?529  is  very  nearly  correct  and  must  be  considered  as  more 
nearly  representing  the  true  value  of  the  specific  rotation  than 
66?502.  It  is  interesting  to  note  that  the  formula  of  ToUens 
gives  the  value  66?5i8. 

The  value  66?  5  29  is  obviously  of   about  the  same  order  of 
accuracv  as  the  new  conversion  factor  'za?62o  riven  bv  fio'i.  and 
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each.  If  the  specific  rotation  be  calculated  from  the  Herzfeld- 
Schonrock  conversion  factor  34?657,  the  value  obtained,  when 
compared  with  66?  502  from  (30),  should  give  a  direct  check  on 
the  relative  accuracy  of  the  two  conversion  factors,  34?657  and 
34?62o.  Our  value  of  99^895  S  for  the  reading  of  the  normal 
solution  on  the  Herzfeld-Schonrock  scale  will  thus  be  either  proved 
or  disproved. 

Schonrock'*  has  calculated  the  specific  rotation  by  using 
34^657.  Taking  that  value  and  his  saccharimeter  reading, 
ioo?03  S,  for  the  normal  solution,  for  X  — 5892.5  A,  he  finds  the 
rotation  of  the  normal  solution  to  be  34?667.  By  using  the  same 
method  as  that  indicated  for  (27) ,  he  obtains  66?627  for  the  specific 
rotation;  and  calls  attention  to  the  fact  that  it  is  about  o?i3  too 
large.  This  error  is  of  such  magnitude  that  even  with  no  addi- 
tional experimental  data  such  as  has  been  given  in  the  present 
paper,  it  is  evident  that  the  value  of  34^657  for  the  conversion 
factor,  is  too  high.  His  value  of  66?627  for  the  specific  rotation 
is  of  cotuse  dependent  not  only  on  34^657,  but  also  on  ioo?03  S, 
and  it  is  possible  that  the  latter  is  in  error,  as  is  indicated  by  oiu: 
corresponding  value  99^99  S.  In  order  to  eliminate  this  possi- 
bility, we  have  calculated  the  specific  rotation,  using  34?62o  and 
ioo?03,  and  find  66?555  ^r  ^^  specific  rotation.  The  agree- 
ment between  66?555  and  the  accepted  value,  66?502,  is  much 
better  than  66?627  and  66?502.  The  discrepancy  must  be 
attributed  for  the  greater  part  to  the  fact  that  the  Herzfeld- 
Schonrock  conversion  factor  is  too  large.  We  therefore  consider 
that  the  value  99?895  S  for  the  reading  of  the  normal  solution  on 
the  Herzfeld-Schonrock  scale  is  corroborated;  and  conclude  that 
the  available  auxiliary  data  establishes  the  accuracy  of  the  value 
34?62o,  for  the  conversion  factor,  within  reasonable  limits. 

We  desire  to  take  this  opportimity  to  acknowledge  our  indebted- 
ness to  F.  P.  Phelps,  who  assisted  in  making  computations  and 
observations,  and  to  C.  F.  Snyder,  who  performed  many  of  the 
crvstallizations. 
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V.  SUMlfARY 

1.  Sucrose  has  been  purified  by  concentrating  aqueous  solu- 
tions in  vacuum  below  35**  C  and  crystallizing  while  in  motion. 
For  this  work  new  apparatus  has  been  devised. 

2.  It  has  been  shown  that  reducing  sugars  are  eliminated  from 
the  crystals  by  the  above  method.  While  no  sample  was  found 
which  failed  to  give  a  precipitate  of  cuprous  oxide,  it  has  been 
shown  by  the  use  of  copper  solutions  of  varying  composition, 
and  by  a  study  of  the  reaction  velocities  of  sucrose  and  of  invert 
sugar,  that  sucrose  itself  was  the  cause  of  the  precipitation. 

3.  The  velocities  of  caramel  formation  at  various  temperatures 
have  been  determined;  and  the  permissible  time  of  heating 
plotted  as  a  ftmction  of  temperature.  .These  data  have  been 
applied  to  the  drying  operations. 

4.  It  has  been  shown  that  moisture  can  be  eliminated  from 
finely  divided  sugar  by  heating  in  a  vacutun  to  50^  C  f or  a  few 
hours.  This  conclusion  has  been  verified  by  a  series  of  experi- 
ments at  high  vacuum  extending  over  a  long  period  of  time.  The 
absence  of  moisture  has  been  shown  by  two  direct  qualitative 
tests. 

5.  A  quantity  of  sugar  has  been  fractionally  crystallized  and 
the  various  factions  found  to  be  identical  in  properties. 

6.  The  ratios  of  the  rotations  of  quartz  and  sugar  for  X  =  5461  A 
and  X  «=  5892.5  A  have  been  determined.    For  quartz 


and  for  sugar 


^=^-0.85085; 

^=55^^-0.84922 
¥>X-546xA 


7.  The  reading  of  the  normal  sugar  solution  on  the  Herzfeld- 
Schonrock  scale  has  been  shown  to  be  99?895  S. 

8.  The  absolute  rotation  of  the  normal  sugar  solution  has  been 
determined  with  the  following  results: 
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9.  The  conversion  factor  has  been  determined  for  two  mono- 
chromatic sources  with  the  following  results: 

Normal  quartz  plate  =100°  S  =34?62o  (X  =  5892.5  A)  at  20*^  C 

2?8885S  =  i^  (X  =  5892.5A) 

Normal  quartz  plate  =100°  S  =40?690  (X  =  546i  A)  at  20^  C 

2?4576S  =i°(X  =  546i  A) 

10.  The  difference  between  the  rotations  of  the  normal  quartz 
plate  and  the  normal  solution  for  X  =  5892.5  A,  has  been  fotmd 
to  be  o?oo3,  and  for  X  =  546i  A,  o?o73.  These  values  indicate 
that  the  rotary  dispersion  curves  of  plate  and  solution  cross  at 
about  X =0.585/4.  The  reading  of  the  normal  solution  on  the  true 
saccharimeter  scale  with  the  source  X  =  5892.5  A,  has  been  calcu- 
lated to  be  99?99  S. 

11.  The  difference  in  rotation  in  sugar  degrees,  for  the  normal 
solution  on  the  saccharimeter,  for  the  sources  X  =  546i  A  and 
X  =«  5892.5  A,  has  been  calculated  from  the  absolute  rotations,  with 
the  following  result: 

Saccharimeter  reading  (X-546XA)  -Saccharimeter  reading  (x-ssga.sA) 

=»o?i93S. 
An  independent  experimental  determination  has  been  made  of 
this  difference  and  the  value  o?i85  obtained. 

12.  The  thickness  of  the  normal  quartz  plate  has  been  calcu- 
lated and  the  values  1.5934  mm  and  1.5940  mm  obtained. 

13.  The  specific  rotations  of  sugar  for  the  normal  solution  for 
•X  =  5892.5  A  and  X  =  546i  A  have  been  calculated  from  the  abso- 
lute rotations  with  the  following  results: 


=  66?529 

589a.5A 


=  78?342 

X—546x  A 

14.  The  agreement  between  the  accepted  value,  66?502,  for 
the  specific  rotation  and  66?529,  in  contrast  to  the  disagreement 
between  66?502  and  the  specific  rotation  66?627  from  the   Herz- 
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EFFECT  OF  IMPERFECT  DIELECTRICS  IN  THE  HELD  OF 
A  RADIOTELEGRAPHIC  ANTENNA 


By  John  M.  Miller,  Assistant  Physicist 


Measurements  by  Fischer  ^  and  Austin  *  have  shown  that  the 
curve  which  represents  the  variation  of  the  resistance  of  an  an- 
tenna with  the  wave  length  of  the  oscillation  has  two  character- 
istic features.  Starting  from  the  wave  length  corresponding  to 
the  ftmdamental  of  the  antenna,  the  equivalent  resistance  of  the 
antenna  rapidly  decreases  with  increasing  wave  length,  and 
reaches  a  minimum.  As  the  wave  length  is  still  further  increased, 
the  resistance  rises  again,  but  in  a  linear  manner  (Fig.  2,  S) .  The 
decrease  in  resistance  is  explained  by  a  decrease  in  the  energy 
radiated  in  the  form  of  electromagnetic  waves  as  the  wave  length 
increases.  This  so-called  radiation  resistance  varies,  as  it  should, 
inversely  as  the  square  of  the  wave  length.  It  has  been  difficult, 
however,  to  accouilt  for  the  linear  increase  which  takes  place  at  the 
longer  wave  lengths,  and  it  is  with  the  explanation  of  this  feature 
that  the  present  paper  is  concerned. 

A  recent  paper  by  Austin '  pointed  out  the  similarity  in  the 
linear  increase  in  resistance  of  an  antenna  at  long  wave  lengths 
with  the  behavior  of  an  absorbing  condenser.  He  noticed  that  the 
resistance  curve  obtained  for  an  antenna  was  similar  to  that  repre- 
senting the  equivalent  series  resistance  of  a  glass  condenser  *  and 

*  C.  Fisdier.  Phys.  Zs.,  W,  p.  395;  X9xx. 

'L.  W.  Austin,  J.  oC  Wash.  Acad..  1,  p.  9.  1911;  Fhys.  Zs.,  12.  p.  924.  19":  this  Bulletin.  9,  p.  65.  i9xa 
(Sdofetific  Paper  No.  189);  Jahrb.  d.  drahU.  Tel.,  5,  p.  574;  i9xx-x3. 

'  U  W.  Austin,  this  Bulletin,  12,  p.  465. 1915  (Scientific  Paper  No.  357);  Jahrb.  d.  drahU.  Tel..  9.  p.  498, 
X91S. 
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hence  concluded  that  dielectric  absorption  was  a  probable  explana- 
tion of  the  phenomenon.  The  fact  that  in  the  curves  which  he  had 
obtained  for  ship  stations  the  rise  in  resistance  was  less  marked 
than  for  land  stations  led  him  to  believe  that  the  absorption  was 
probably  caused  by  the  ground  acting  as  an  imperfect  dielectric. 
Further  confirmation  of  this  view  was  apparently  afforded  by  the 
curve  for  the  high-power  station  at  Arlington,  Va.  This  station 
has  a  very  good  earth  connection  consisting  of  an  extensive  me- 
tallic earth  net  just  below  the  surface  of  the  ground.  The  resist- 
ance curve  for  this  antenna,  with  the  steel  towers  earthed,  showed 
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Fig.  I. — Equivalent  resistance  of  an  antenna  at  telephone  frequencies 

only  a  slight  increase  in  resistance  for  the  longer  waves.  Austin 
stated  that  if  we  consider  the  groimd  as  a  dielectric  rather  than  a 
conductor  and  consider  it  as  a  portion  of  the  total  dielectric  lying 
between  the  antenna  regarded  as  the  upper  plate  of  a  condenser, 
and  the  groimd  water  regarded  as  the  lower  plate,  we  reach  a  very 
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tained  at  telephone  frequencies  for  a  small  flat  top  antenna  at  the 
Bureau  of  Standards.  This  antenna  runs  from  a  building  to  a  tree 
and  has  a  capacity  of  650  micro-microfarads  (0.00065  microfarad). 
The  measurements  were  made  at  wave  lengths  varying  from  100  000 
to  750  000  meters,  the  equivalent  resistance  increasing  linearly 
from  1000  to  9000  ohms.  This  is  the  order  of  magnitude  which 
would  be  expected  from  Austin's  meastirements  at  wireless  fre- 
quencies upon  an  antenna  for  which  the  rise  in  resistance  was  par- 
tictdarly  marked. 

It  seemed  impossible,  however,  to  ascribe  this  absorption  to 
the  ground  acting  as  an  imperfect  dielectric.  The  effect  persisted 
at  telephone  frequencies  while  the  calculations  of  True"  and 
Reich,*  based  upon  the  measurements  of  conductivity  and  dielec- 
tric constant  of  the  ground  as  given  by  Zenneck  ^  show  that  even 
for  so  high  a  frequency  as  would  correspond  to  a  wave  length  of 
1000  meters  the  magnitude  of  the  conduction  current  in  the 
grotmd  exceeds  by  a  himdred  times  that  of  the  displacement  cur- 
rent. The  absence  of  absorption  in  the  ground  was  also  shown  by 
measurements  at  telephone  frequencies  upon  a  guard  plate  con- 
denser with  part  air  and  part  clay  between  the  plates.  This  con- 
denser behaved  as  a  perfect  condenser  with  a  series  resistance  that 
was  independent  of  the  frequency.  Only  when  the  clay  was 
exceedingly  dry  and  particularly  when  it  was  loosely  packed  was 
there  any  indication  of  absorption. 

The  observed  large  effect  upon  the  absorption  of  variable  air 
condensers  brought  about  by  the  poor  dielectric  properties  of 
small  amounts  of  insulators  in  the  electric  field  suggested  to  the 
author  that  the  absorption  in  antennas  is  likewise  caused  by  the 
presence  of  poor  dielectrics  in  the  field  of  the  antenna.  Accord- 
ingly, an  experimental  antenna  was  built  in  which  the  bad  effects 
of  poor  dielectrics  in  the  neighborhood  were  carefully  avoided  but 
in  which  any  absorption  that  might  be  caused  by  the  ground  would 
be  considerably  magnified.  The  main  capacity  of  the  antenna 
consisted  of  six  parallel  wires  at  a  distance  of  about  0.3  of  a  meter 
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double  porcelain  insulators  spaced  about  a  meter  apart.  A  single 
lead,  similarly  insulated,  ran  to  the  building  in  which  the  meas- 
urements were  made.  The  earth  connection  was  made  to  the 
water  pipes  of  the  building.  The  proximity  of  the  antenna  wires  to 
the  ground  should  reduce  the  lateral  spread  of  the  electrostatic 
field  and  hence  the  displacement  through  the  wooden  posts  or 
other  poor  dielectrics,  while  the  amount  of  ground  between  the 
antenna  wires  and  ground  water  would  be  proportionately  in- 
creased.   The  double-spaced  insulators  also  served  to  reduce  the 
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Fig.  2. — At  Resistance  curve  for  antenna  with  extremely  snuUl  absorption;  B,  ejfod  qf 
adding  small  imperfect  capacity  through  the  wooden  supports 

capacity  through  the  supports.    The  capacity  of  the  antenna  was 
850  micro-microfarads. 

The  resistance  measurements  were  made  by  the  ''artificial 
antenna"  method  in  which  a  small  inductance  and  a  condenser 
with  a  resistance  in  series  are  substituted  for  the  antenna.  The 
series  resistance  is  so  adjusted  as  to  give  the  same  current  effect 
when  the  substitution  is  made.  The  resulting  resistance  curve,  for 
meastu^ments  made  just  within  the  window  of  the  building,  is 
shown  in  curve  A  of  Fig.  2.  The  rise  in  resistance  even  at  12  000 
meters  is  very  small  and  probably  caused  by  the  lead  wire  to  the 
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building.  The  result  was  also  verified  at  telephone  frequencies 
where  the  absorption  was  barely  detectable  (less  than  60  ohms  at 
3000  cycles). 

Curve  B  of  the  same  figure  shows  the  effect  produced  by  adding 
a  small  capacity  through  the  wooden  supports.  Wires  were  run 
from  the  insulated  portion  of  the  antenna  to  porcelain  insulators 
on  three  of  the  stakes,  the  total  capacity  being  increased  by  only 
'40  micro-microfarads  or  less  than  5  per  cent.  The  effect  of 
adding  this  small  imperfect  condenser  is  very  marked.    The 
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linear  increase  in  resistance  becomes  pronounced,  and  brings  with 
it  an  increase  in  the  resistance  of  the  antenna  at  all  wave  lengths. 
Austin's  measurements  upon  ship  stations  were  made  upon  battie- 
ships,  where  the  antennas  were  supported  from  steel  masts,  and  it 
is  probable  that  this  fact  may  explain  the  slight  rise  of  the  curves 
obtained  for  such  stations. 
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lines  in  Fig.  3),  excepting  that  the  meastirements  were  made 
within  the  room  at  a  distance  of  about  5  meters  from  the 
window.  The  increase  in  capacity  in  this  case  was  60  micro- 
microfarads.  Curves  D  and  E  of  Fig.  4  were  obtained  for  antennas 
completely  within  the  building  (using  the  same  water-pipe  ground 
as  before) ,  the  former  having  a  capacity  of  290  micro-microfarads, 
the  latter  having  double  the  capacity.  In  this  figure  the  scale  of 
resistances  has  been  doubled.  It  is  of  interest  to  note  that  the 
equivalent  series  resistance  in  the  case  of  the  smaller  capacity 
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Fio.  4. — Resistance  curves  for  antennas  completely  within  a  building, 

for  E  is  twice  thai  for  D 


The  capacity 


is  approximately  double  that  for  the  capacity  of  twice  the  size, 
which  is  the  requisite  condition  for  absorbing  condensers  with  the 
same  phase  difference.  Measurements,  at  telephone  frequencies, 
were  also  made  upon  an  antenna  consisting  of  three  wires  stretched 
vertically  along  the  outside  of  a  brick  building  at  a  distance  of  0.4 
of  a  meter  from  the  wall.  The  phase  difference  of  the  condenser 
was  about  15  minutes,  corresponding  to  an  equivalent  resistance 
of  about  25  ohms  at  10  000  meters  for  a  capacity  of  800  micro- 
microfarads.  The  phase  difference  is  about  the  same  as  that 
obtained  in  the  case  of  antennas  within  the  building. 
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Finally  the  effect  of  a  tree  upon  the  absorption  of  an  antenna 
was  investigated.  An  antenna  consisting  of  two  parallel  wires 
was  strung  from  a  building  to  a  tree  20  meters  distant  at  an  aver- 
age height  of  about  5  meters  from  the  ground.  The  antenna 
terminated  in  a  section  of  about  6  meters  of  wire  which  ran  from 
limb  to  limb  of  the  tree,  but  was  insulated  from  it  by  porcelain 
insulators.  At  a  distance  of  about  2  meters  from  the  tree  double 
porcelain  insulators  were  interposed  in  each  antenna  wire,  so  that 
measurements  could  be  made  with  the  section  in  the  tree  included 
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Fig.  5. — Curve  G  shows  the  enormous  absorption  caused  by  a  tree, 
same  antenna  with  portion  in  tree  excluded 


moo 


Curve  F  is  the 


or  excluded  (using  the  same  water-pipe  groimd  as  before).  Curve 
F  of  Fig.  5  was  obtained  for  the  latter  case,  while  curve  G  shows  the 
enormous  absorption  produced  by  including  the  portion  of  the 
antenna  in  the  tree.  The  capacity  was  increased  from  390  to 
540  micro-microfarads,  and  the  phase  difference  of  the  condenser 
with  the  portion  in  the  tree  included  was  roughly  2®.  The  meas- 
urements were  made  this  winter  when  the  tree  was  free  from  foliage. 
From  the  above  it  is  evident  that  in  the  design  of  an  antenna  it 
is  a  matter  of  importance  to  keep  the  dielectric  absorption  of  the 
antenna,  regarded  as  a  condenser,  as  low  as  possible  in  order  to  min- 
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imize  the  waste  of  energy  in  the  antenna  and  so  improve  its  eflBciency 
as  a  radiator.  There  is  a  possibility  of  greatly  improving  upon  the 
design  of  existing  antennas  in  this  respect.  The  requirement  is 
that  the  capacity  through  wooden  masts,  trees,  buildings,  insu- 
lators, etc.,  must  be  made  extremely  small  in  comparison  to  the 
capacity  of  the  antenna  through  unobstructed  air.  In  other 
words,  the  electrostatic  field  of  force  set  up  by  the  oscillating 
electric  charges  should  not  be  occupied  by  imperfect  dielectrics, 
and  especially  so  where  the  electric  force  is  intense.  One  impor- 
tant feature  of  design  is  to  cover  the  interior  walls  of  rooms  into 
which  the  leads  to  the  antenna  run  with  grounded  metal  screens. 

SUMMARY 

The  characteristic  linear  increase  in  resistance  of  radiotele- 
graphic  antennas  with  increasing  wave  length  (which  predomi- 
nates at  the  longer  wave  lengths  over  the  decrease  due  to  decreased 
radiation)  is  shown  to  be  caused  by  dielectric  absorption  in  imper- 
fect dielectrics  in  the  electric  field  of  the  antenna,  as  suggested  by 
Austin. 

It  is  shown,  however,  by  measurements  both  at  wireless  and 
telephone  frequencies  that  the  absorption  does  not  take  place  in 
the  grotmd,  but  in  poor  dielectrics  such  as  wooden  masts,  trees, 
buildings,  insulation  with  poor  dielectric  properties,  etc.,  in  the 
field  of  the  antenna,  the  effect  being  also  produced  when  the  leads 
to  an  antenna  are  brought  within  a  building. 

The  practical  importance  of  considering  this  dielectric  absorp- 
tion in  the  design  of  antennas  is  pointed  out  in  order  to  increase  the 
efficiency  of  the  antenna  as  a  radiator  of  electric  energy. 

In  conclusion,  the  author  desires  to  express  his  indebtedness 
to  M.  James,  of  this  Bureau,  who  first  suggested  and  carried  out 
absorption  meastu-ements  upon  an  antenna  at  telephone  frequen- 
cies, and  to  Dr.  Rosa,  who  was  in  charge  of  this  investigation,  for 
his  many  valuable  suggestions  during  the  course  of  the  work. 

Washington,  January  7,  191 6. 
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LUMINOSITY  OF  A  BLACK  BODY  AND  TEMPERATURE 


By  Paul  D.  Foote  and  C.  O.  FauchiU 


The  relation  between  Ituninosity  and  temperature  has  been 
studied  quite  extensively  by  many  investigators,  especially  Dr. 
Ives  and  Dr.  Nutting.  Recently  an  interest  has  arisen  in  the 
subject  from  the  standpoint  of  pyrometry.  With  the  relation 
between  Ituninosity  and  temperature  established,  a  pyrometer 
may  be  devised  for  the  measurement  of  temperatiu-e  by  means  of 
observations  upon  the  luminosity  of  a  sotu'ce,  more  especially  a 
black  body. 

Two  equations  have  been  deduced  representing  this  relation, 
one  by  Rasch  and  the  other  by  Nutting.  In  the  present  paper 
these  equations  are  derived  by  a  new  method,  and  a  new  equation 
also  is  obtained,  which,  however,  is  not  essentially  different  from 
that  derived  by  Nutting. 

Luminosity  is  defined  as  the  integral  from  o  to  oo  in  respect  to 
rfX  of  the  product  visibility,  F,  and  energy,  /,  of  the  radiating 
source  thus 

(i)  L^J^VJdX 

where  F=/(X) 

/=Ci  X-»e-*^-Wien's  law. 

The  effective  wave  length,  Xl,  of   the  luminosity  has  been 
defined  analjrtically  by  one  of  the  writers  ^  in  the  following  manner : 


r  VJd\ 
(2)  Xl-4 


r 
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where.  But  regarding  equation  (2)  for  the  time  being  as  simply 
a  numerical  relationship,  the  following  expression  is  true: 

rvjoK 

(x)  dlogL     Ct   Jo    X  c,   i_ 

Suppose  that  equation  (2)  is  of  the  form: 

(4)  XL  =  a  +  6/«+c/ff»+   ..... 

where  a,  b,  c,  etc.,  are  dimensional  constants. 

Accordingly,  if  Xl  is  expressed  as  a  known  ftmction  of  6,  this 
fimction  may  be  substituted  in  (3),  integrated,  and  L=f{6) 
obtained. 

The  quantity  Xl  is  the  value  of  the  X  —  coordinate  of  the  center  of 

gravity  of  the  curve  "^  versus  X,  not  of  the  luminosity  curve,  as  some- 
times assumed.  In  the  present  work  values  of  Xl  for  tempera- 
tures ranging  from  1000  to  7000®  absolute  were  obtained  directly 

from  the  "^  versus  X  curves  by  means  of  the  Amsler  Integrator 

No.  I ;  the  values  of  /  for  various  wave  lengths  were  computed 
from  Wien's  law,  using  Ca  =  14450  micron  degrees,'  and  the  values 
of  F=»/(X)  were  obtained  as  a  mean  of  data  by  Ives,*  Nutting,* 
and  Hyde  and  Forsythe.*  No  experimental  observations  are 
included  in  the  present  paper,  the  primary  object  of  which  has 
been  to  point  out  a  simple  method  of  deriving  the  luminosity- 
temperature  relations  and  to  consider  their  applicability  to  tem- 
peratiu-e  meastu-ement. 

The  possible  forms  of  the  luminosity  equation  are  as  follows : 

Case  I,  XL  =  a,  i.  e.,  the  constants  6,  c,  etc.,  of  equation  (4)  are  zero. 

Substituting  in  (3)  and  integrating: 

c     I 

(5)  log  L  «  -  j^  -y + const. 

This  is  the  well-known  Rasch  •  equation  which  has  been  recently 
applied  by  Langmuir '  for  the  determination  of  the  melting  point 
of  timgsten.  The  value  of  XL«a  is  known  as  the  Crova  wave 
length  because  Crova  *  first  pointed  out  that  there  exists  a  wave 

*  Coblentz,  this  BuUetixi.  10.  i>p.  z-77;  X9X4'  *  Raacfa,  Ann.  Phys.,  14,  p.  193;  1904. 

*  Ives.  Phil.  Mftff..  Demnber*  xoia.  '  Lanffmtiir.  Phvs.  Rev.  (a).  C.  o.  x«8:  xoxc. 


Digitized  by 


Google 


F^ckOd]  Luminosity  and  Temperature  139 

length  in  the  spectral  energy  curves  of  two  sources  at  which  the 
ratio  of  the  radiation  intensities  equals  the  ratio  of  their  total 
luminosities.  This  wave  length  has  generally  been  considered  to 
be  XL  =  a=o.58/i.  Ives  •  and  Pirani  ^®  showed,  however,  that  the 
value  is  not  constant  if  the  radiation  from  black  bodies  at  various 
temperatures  is  compared,  the  wave  length  shifting  slightly  toward 
the  green  as  the  temperatures  of  the  sources  increase.    Equation 

(5)  may  be  written  as  follows : 

(6)  L  =  i4^-«/^'^ 
Casell,  XL  =  a+6/e 

Substituting  in  (3)  and  integrating: 

(7)  L=.4(^|  +  iy^whereS  =  ^andC-^'- 

This  is  the  equation  derived  by  Nutting  "  by  obtaining  a  mathe- 
matical expression  for  F«=/  (6)  and  substituting  in  equation  (i) 
and  integrating. 

Case  III,  \L'='a+b/e+c/e' 

whence  from  equation  (3) 

(8)  L  =  A(g±J)^  where 

jj^b-^^Jb^-4ac 
2  a 

^_6-h  yy — 4  ac 

2  a 

V6'  — 4  ac 

Case  III,  and  in  general  Case  II,  are  suflSciently  accurate  for  repre- 
senting the  luminosity  of  a  black  body  at  various  temperatures 
from  1000  to  7000®  absolute.  Table  i  and  Fig.  i  show  tlie  varia- 
tion of  Xl  with  6,  For  comparison,  the  values  of  the  wave  length 
corresponding  to  the  centers  of  gravity  of  the  liuninosity  ciu-ves 
are  also  shown.  The  difference  between  these  wave  lengths, 
Xog,  and  the  true  '*  effective  "  wave  lengths  is  slight — about  0.003M. 

*  Ives.  Phys.  Rev.,  S2,  p,  3x6;  zqxx.     See  also  Ives  and  Kingsbury.  Washington  meeting  ol  HI.  Bng. 
Soc.;  Z915. 
w  Pirani,  Verh.  d.  Phys.  Ges.,  p.  2x9;  X915. 
^  Nutting,  this  Bulletin.  6,  p.  306;  19x5.    Also  Phil.  Mag.,  89,  p.  306;  19x5. 
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Using  the  data  for  Xl  in  Table  i ,  the  following  are  the  liuninosity 
equations: 

Case  I.      XL«a=inean  of  all  values  of  Xl-=  0.5663 

L  =  3070oe"~r~  (relative  imits) 

Case  II.    Xl  =  .5421  +      1      (least  square  solution) 

L  =  37400 1  — Y^  +  ^  j  (relative  units) 

Case  III.  Xl-.539I5H ^5-^ — ^^—  (least  square  solution) 


L- 37790 


/g~  105.92  V 
Vff  + 265.46/ 


72.1M2 


(relative  units) 
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S9 


J5B 
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k-» 


loot 


or  ^  /Mtt 

Jloes 

MH 
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MOt 
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joom 
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v^ 
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-^ 

"-- 

-— 

A 

"~*~" 

— 

TemperaTure  ^Abi  ($), 
FlG.  z. — Effective  wave  length  and  *'  center  of  gravity  "  as  a  function  of  the  temperature 

Table  i  contains  the  computations  of  luminosities  by  these 
three  equations.  The  equation  represented  by  Case  III  fits  the 
luminosity-temperature  curve  (computed  on  the  basis  of  Ives', 
Nutting's,  and  Hyde  and  Forsythe's  visibility  data)  with  no 
deviations  larger  than  the  errors  involved  in  the  determination 
of  L  by  the  planimeter.  The  Nutting  equation  holds  almost  as 
accurately,  but  the  Rasch  equation  is  entirely  imsatisfactory.  In 
the  table  the  Rasch  equation  has  been  arbitrarily  made  to  agree 
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with  the  observed  lummosity  at  3000®  absolute,  since  the  mean 
value  of  the  Crova  wave  length  from  1000  to  7000®  is  the  Crova 
wave  length  at  this  temperature.  When  thus  adjusted  the 
equation  is  in  error  by  nearly  50  per  cent  at  1000®  absolute. 

Application  of  the  above  equations  to  the  measurement  of 
temperattu'e: 

Either  the  Nutting  formula  or  the  equation  represented  by 
Case  III  is  applicable  to  temperature  meastu-ement  of  a  black 
body.  The  Rasch  formula  should  not  be  used.  As  an  example 
of  tiie  errors,  expressed  in  temperattue,  which  may  be  expected 
from  the  use  of  this  latter  equation,  suppose  tiie  liuninosity 
pyrometer  were  calibrated  at  3000®  absolute: 


TnM# 

ObMfredtf 

BfWf, 
degrtM 

1000 
3000 

7000 

1027 
3000 

7125 

27 

0 

12s 

If  the  pyrometer  were  calibrated  at  about  1000®  absolute,  then: 


Tn»* 

Oh§unA9 

dognM 

1000 
3000 

7000 

1000 
3227 
9800 

0 
227 
2800 

Data  on  the  luminosity-temperature  relation  of  a  black  body 
are  so  meager  and  imsatisfactory  that  as  yet  it  does  not  appear 
advisable  to  assign  absolute  values  to  the  constants  A  in  formulas 
7  and  8.  A  cursory  summary  of  experimental  determinations  by- 
various  observers  is  given  in  Table  2.  Many  of  these  data  are 
old  and  based  on  incorrect  temperature  scales.  Expressing  the 
luminosity  in  candles/cm'  they  give  a  numerical  value  of  A  in 
equation  (8)  ,  Case  III,  as  follows: 


A   =—  <o  r\  V  T  r\'J 
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TwBpdCTtert,  digwi  abartnte 

Aultertty 

<^% 

1449 

0.38 
2.0 
5.8 
82. 
0.34 
2.17 
4.8 
1089. 
59. 
162. 
245. 
47. 
73. 
90. 
100. 
101. 
79. 
86. 
202. 
225. 
40. 
127. 

LmnnMr  md  Pilflgibaha 

do 

1.70 

1597 

1.87 

1707 

do 

ITffnit 

2.00 

2028.     .  

2.82 

1462 

do 

do 

....do 

do 

do 

do 

1.31 

1596 

2.05 

1883 

1.87 

J523                                  

2.24 
2.04 

8027 

2182 

2.33 

2290 

do 

2.05 

2013 

do 

1.77 

2077 

do 

1.88 

2097 

do 

2.06 

2101 

do 

2.25 

2101 

do : 

2.26 

2104 

do 

1.74 

2107 

do 

1.86 

2245 

do 

2.10 

2284 

do 

1.93 

1947 

Pinnl ^ .  -  T  - .  T .  ^ ,  - .  - . . . , 

2.30 

2150 

do 

2.17 

MmoiA* 

2.0X10» 

Langmtiir"  applied  the  Rasch  equation,  with  constants 
determined  by  Nemst,  for  the  determination  of  the  melting  point 
of  ttmgsten.  This  immediately  raises  the  question  cited  by 
Langmuir  as  to  whether  any  luminosity  equation  derived  for  a 
black  body  is  applicable  to  nonblack  bodies.  If  the  nonblack 
body  is  gray  and  if  the  emissivity  is  constant  with  temperature, 
the  equations  are  directly  applicable  either  for  obtaining  the 
apparent  blackbody  temperature  or,  after  correcting  the  lumi- 
nosity by  I  IE  where  E=»  emissivity  coefficient,  they  are  applicable 
for  obtaining  the  true  temperature.  The  best  data  upon  this 
question  appear  in  a  recent  paper  by  Paterson  and  Dudding," 
who  conclude  that  for  all  practical  purposes  many  nonblack 
materials  are  gray.  Their  observations  upon  the  melting  point 
of  platinum  by  color  match  with  a  black  body  confirm  this  con- 
clusion. However,  if  nonblack  materials  are  not  gray  to  all 
practical  purposes  and  if  metals  do  possess  a  temperature  coeffi- 
cient of  emissivity  in  the  visible  spectrum,  it  would  still  be  possible 
to  represent  the  luminosity  by  an  equation  of  the  form  of  equa- 


"  Lo&smtiir,  Fhys.  Rev.  (a).  6,  p.  138;  19x5. 

>*  Patcnoa  and  Ouddiiig,  Proc  Phyi.  See  Iiood.,  87,  p.  ajo;  1915-    Abo  Phil.  Mag.;  19x5. 
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tion  (8),  although  the  constants  would  differ  from  those  obtamed 
for  a  black  body.  Making  Langmuir's  assumption  that  the 
luminosity  equation  for  a  black  body  is  directly  applicable  to 
tungsten,  and  that  the  observed  luminosity,  6994  candles/cm», 
can  be  corrected  to  correspond  with  a  black  body  by  the  factor 
i/£  =  i/.5i  and  using,  instead  of  the  Rasch  equation,  the  equa- 
tion given  under  Case  III,  where  A  —  2.0X  10^,  the  melting  point 
of  timgsten  would  be  3602®  absolute.  In  Langmuir's  "  paper, 
page  139,  is  given  the  Rasch  equation  with  the  constants  deter- 
mined by  Nemst,  when  the  temperature  is  based  on  the  melting 
point  of  gold  =  1064®  C.  If  the  equation  there  cited  is  supposed 
to  hold  at  this  temperature  and  this  supposition  is  warranted 
from  Nemst's  paper,"  the  liuninosity  at  the  melting  point  of 
gold  is  .08361  candles/cm*.  Taking  the  correct  temperature  at 
the  melting  point  of  gold  as  1063®  C  the  constant  A  of  equation 
(8)  becomes  1.553-10^.  This  leads  on  the  basis  of  Langmuir's 
data  to  a  value  of  ^  —  3734®  absolute  for  the  melting  point  of 
tungsten.  The  value  obtained  by  Langmuir  is  3528®  absolute. 
It  is  more  than  likely  that  the  value  3528  is  nearer  correct  than 
3734,  but  three  things  must  be  done  before  any  value  obtained 
by  a  liuninosity  method  is  accepted:  (i)  The  Rasch  equation 
must  be  discarded;  (2)  the  luminosity  of  a  black  body  at  a  known 
temperature  must  be  determined  accurately;  and  (3)  fvulher 
proof  is  required  that  the  constants  determined  in  the  luminosity- 
temperature  relation  for  a  black  body  apply  even  approximately 
for  a  nonblack  body. 

Note  on  the  maximum  luminous  efficiency  of  a  black  body: 
The  highest  Ituninous  efficiency  which  a  black  body  can  possess 
occurs  at  a  temperature  such  that: 


const,  xtf* 


—maximum. 
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is  the  temperature  of  the  highest  luminous  efl&dency  whatever  be 
the  luminosity-temperature  relation. 

SUMMARY 

The  relation  between  luminosity  of  a  black  body  and  tempera- 
ture has  been  derived  by  a  new  method.  The  Rasch  equation  is 
shown  to  be  imsatisfactory,  while  the  Nutting  equation  or  a  slight 
modification  of  the  Nutting  equation  holds  exceedingly  well.  The 
exact  meaning  of  the  Crova  wave  length  is  defined  by  equation  (2) 
and  is  shown  to  be  of  the  form  \L=a+b/0'{-c/9^. 

The  Itmiinosity  pyrometer  appears  advantageous  for  temperatiu-e 
measurements  when  calibrated  in  terms  of  the  Nutting  equation 
or  the  suggested  modification  of  Nutting's  equation.  Precise 
measurements  on  the  liuninosity-temperature  relation  of  a  black 
body  are  greatly  to  be  desired. 

Washington,  November  18, 191 5. 
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1.  INTRODUCTION 

In  a  previous  paper*  in  this  Bulletin  a  brief  discussion  of  the 
question  of  inclusions  of  foreign  materials  in  the  silver  voltameter 
deposits  was  given,  together  with  a  short  T6sum6  of  other  papers 
on  this  subject  and  a  few  experiments  which  had  been  made  at 
the  Bureau  of  Standards.  It  was  pointed  out  that  in  so  far  as 
the  international  ampere  is  concerned  the  value  assigned  to  the 
electrochemical  equivalent  of  silver  by  the  London  conference 
has  been  generally  accepted  by  the  various  national  laboratories 
as  applying  to  the  silver  as  we  find  it  deposited  in  the  voltameter 
without  reference  to  any  inclusions  that  it  may  contain.    This  is 

>  The  Silver  VoHamcter,  Part  FV,  by  Rom,  Vmal,  and  McDaniel.    This  Bulletin.  10.  p.  5x6.  Reprint 

No.  S90. 
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not  a  serious  matter,  because  the  uniformity  of  the  results  obtained 
by  the  national  laboratories  working  together  indicated  that  the 
inclusions  must  be  very  small  or  very  constant  in  amoimt,  and 
the  international  conmiittee  was  enabled  to  fix  the  voltage  for 
the  Weston  normal  cell  with  sufficient  acciuacy  for  present  piu*- 
poses.  But  it  was  also  stated  in  the  reference  mentioned  above 
that  it  is  important,  if  possible,  to  eliminate  any  error  due  to  the 
inclusions  in  order  that  we  may  know  what  deviation  there  is,  if 
any,  from  the  value  assigned  to  the  electrochemical  equivalent 
of  silver  (i .  1 1 800  mg  per  coulomb) . 

The  earliest  experiments  of  the  Bureau  on  the  inclusions  in  the 
silver  were  few  in  number  and  were  not  considered  conclusive. 
Only  one  deposit  was  heated  to  incandescence,  and  that  was  from 
an  electrolyte  in  which  impurities  were  purposely  introduced. 
Its  result  had,  therefore,  no  significance  so  far  as  the  value  derived 
for  the  Weston  normal  cell  was  concerned,  since  only  pure  elec- 
trolytes were  used  for  that  purpose. 

We  have  now  carried  out  at  the  Biu-eau  some  further  experi- 
ments, principally  to  determine  the  loss  of  weight  of  the  deposits 
when  heating  them  to  temperatures  of  600®  or  more.  These  will 
be  recorded  in  the  present  paper,  and  also  a  few  experiments 
bearing  on  the  question  of  the  anode  liquid. 

Richards  and  Anderegg '  have  recently  made  determinations  of 
the  inclusions  of  foreign  material  in  the  silver  deposits.  They 
fotmd  the  inclusions  in  their  deposits  to  be  very  variable  and 
large  enough  to  be  a  serious  source  of  error  in  the  silver  voltameter 
determinations.  They  recommended  as  a  safe  and  convenient 
method  for  determining  these  inclusions  that  the  platinum  cups 
containing  deposits  should  be  heated  to  dull  redness  in  a  flame 
and  reweighed.'  The  restdting  loss  in  weight  they  attributed  to 
the  expulsion  of  foreign  material  in  the  deposit.  We  have 
repeated  this  part  of  their  work,  and  we  have  extended  the 
experiments  to  include  comparisons  with  the  effect  when  similar 
deposits  are  heated  in  an  electric  fimiace.     Van  Dijk  *  has  pre- 

s  J.  Am.  Chem.  Soc.,  87,  p.  is;  1915. 
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viously  used  a  furnace  for  this  purpose.  Our  furnace  was  consid- 
erably larger  than  his,  so  that  we  cotild  heat  our  regular  platinum 
cathodes  in  it. 

We  found  the  losses  on  glowing  the  deposits  to  be  only  0.004 
per  cent  on  the  average  and  fairly  constant.  We  also  found  that 
both  these  Udethods  of  heating  the  deposits  are  subject  to  a  source 
of  error.  In  order  to  drive  the  inclusions  out  of  the  deposited 
silver  a  temperature  of  about  600®  has  been  used,  and  tiiere  is 
necessarily  more  or  less  allo)ring  of  the  silver  with  the  platintun 
cup.  On  removing  this  silver  there  is  left  behind  a  stain  of 
platinum  black.  This  may  be  so  slight  as  to  be  hardly  notice- 
able, but  if  deposits  are  made  without  entirely  removing  the 
stains  the  deposited  silver  does  not  accurately  represent  the 
quantity  of  electricity  that  has  passed  through  the  voltameter, 
and  if  such  a  deposit  is  heated  to  dull  redness  the  observed  loss  in 
weight  depends  more  on  the  loss  of  adsorbed  material  from  the 
platinum  black  than  on  the  expulsion  of  inclusions  from  the 
deposited  silver.  This  source  of  error  was  not  mentioned  by 
previous  observers. 

2.  APPARATUS  EMPLOYED 

The  electric  furnace  was  designed  and  built  by  Prof.  G.  A. 
Hulett  for  this  work  and  we  are  greatly  indebted  to  him  for  the 
use  of  it.  It  was  constructed  from  a  glazed  porcelain  beaker  and 
the  heating  coils  of  nichrome  wire  were  wound  not  only  on  the 
sides  and  bottom  but  there  was  also  a  heating  coil  in  the  porcelain 
cover  in  order  to  provide  as  imif  orm  a  temperature  inside  as  possi- 
ble. Temperature  meastu-ements  were  always  made  by  a  platintmi 
platintun-rhoditun  thermocouple  which  had  been  calibrated  at 
this  Bureau.  The  thermocouple  passed  into  the  furnace  through 
a  porcelain  tube  in  the  center  of  the  cover.  The  outside  of  the 
furnace  consisted  of  two  concentric  hollow  cylinders  of  metal 
and  asbestos.  The  double  air  space  thus  provided  gave  ample 
heat  insulation  to  make  the  furnace  efficient  for  temperatures  not 
exceeding  750^  C.  The  top  of  the  furnace  was  of  glazed  porcelain 
rings,  one  of  which  supported  the  interior  parts.  The  outside 
dimensions  of  the  furnace  are  21  cm  diameter  by  27  cm  high  and 
the  inside  dimensions  are  9  cm  diameter  by  16  cm. 
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The  platinum  cups,  one  at  a  time,  were  lowered  into  the  furnace 
with  platintim-tipped  tongs  and  rested  on  a  network  of  platinum 
wires  woven  in  a  perforated  porcelain  plate.  The  cups  were 
covered  with  glazed  porcelain  crucible  covers  to  prevent  the  acci- 
dental falling  of  any  particles  into  them  when  putting  the  ther- 
mocouple in  place.  The  electric  cturent  was  applied  gradually 
by  steps  of  i  ampere  at  intervals  of  a  few  minutes  until  the  maxi- 
mum current  of  7.7  amperes  was  reached.  After  each  heating  the 
furnace  was  allowed  to  cool  to  about  300®  before  opening  it. 

The  furnace  was  designed  with  a  view  of  avoiding  the  diflScul- 
ties  of  metal  contamination  sometimes  encountered  with  platinum- 
wound  fmnaces.*  To  test  this  an  empty  platinum  cup  was  heated 
fotu*  times  and  weighed  after  each  heating  with  the  results  given 

in  Table  i. 

TABLB  1 


Dtto 

Wtightol 
cop 

A 

TiMllllMit  of  cops 

fB|y29 

1915 

C 
38.496887 
942 
897 
897 
932 

-a  024 
+  .031 
-.014 
-  .014 
+  .021 

Wadiad  and  ditod  at  160*. 

Inly  24 

HMtedto650*. 
HMtedto648*. 
HMited  to  646*. 

Jol]r26 -- 

HMtodto648*. 

Mmdi 

38.498911 

db  .021 

Each  of  the  five  determinations  given  in  Table  i  is  subject  to 
the  same  experimental  error  in  so  far  as  the  weighings  are  con- 
cerned. Since  the  deviations  are  by  small  amounts,  the  results 
show  that  the  heating  to  a  high  temperature  was  without  effect  on 
the  weight  of  the  cup. 

For  heating  by  the  flame  method  the  platinum  cups  were  supported 
on  a  quartz  triangle  and  covered  with  a  small  glazed  porcelain 
evaporating  dish.  The  room  was  darkened  and  the  cup  heated 
quickly  and  as  uniformly  as  possible  to  a  very  dull  red  with  a 
Bunsen  burner  held  in  the  hand.  We  made  a  number  of  determi- 
nations on  empty  platinum  cups  to  determine  the  effect  of  heating. 
The  following  results.  Table  2,  give  the  weight  after  each  heating 
to  about  600^*0: 

B  Proc.  Am.  Acad.  Sd.,  88,  p.  460;  1903. 
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-Dm 

Wdgbt 

«ll«|6 

cups 

A 

caps 

A 

TrwIiiiMitolaips 

1915 
IBM  10. 

f 
80.293412 
404 

+aoo4 

-  .004 

f 
3a 495585 

579 

mg 

+0.003 
-  .003 

Waihfld.  ditod.  and  (lovvd. 
HMtedtodonradneM. 

If  in 

Sa 293406 

±  .004 

38.495582 

±  .003 

1hb«11. 

80.293183 
113 
062 
063 

+  .068 

-  .002 

-  .033 

-  .032 

38.494855 
80S 

788 
786 

+  .047 

-  .003 

-  .020 

-  .022 

WadMd  and  ditod  at  160*. 

Jw»W. ~ 

Heated  to  don  rediMM. 
Da. 
Da. 

Iffm 

80.293115 

±  .034 

38.494806 

±  .023 

Af«ag»A'toflM(liMli 

±  .024 

±  .017 

The  results  of  Table  2  show  very  little  change,  if  any,  in  the 
weight  of  the  empty  cup  due  to  heatmg  them  to  redness.  In  all 
the  succeeding  work  the  empty  cups  were  glowed  each  time  before 
weighing  them. 

When  heating  the  cups  with  silver  deposits  to  dull  redness,  the 
porcelain  dish  serving  as  a  cover  for  the  cup  was  examined  for 
any  traces  of  volatilized  silver,  but  none  was  ever  seen  nor  was 
any  found  by  chemical  tests.  During  the  heatmg  process  the 
observer  listened  for  the  "series  of  small  explosions"  mentioned 
by  Richards  and  Anderegg,*  but  this  phenomenon  was  never 
observed. 

The  silver  voltameters  were  the  same  instnmients  as  used  in  the 
previous  work  at  the  Bureau  of  Standards  together  with  the  volta- 
meters previously  used  in  the  Princeton  laboratory.  To  these 
were  added  two  silver  cups  identical  in  size  and  shape  with  the 
Princeton  platinum  cups.  It  has  generally  been  thought  impos- 
sible in  the  past  to  use  silver  cups,  partly  because  the  deposit  can 
not  readily  be  removed  and  the  cup  restored  to  its  original  condi- 
tion and  partly  because  of  inconstancy  of  weight  when  heated. 
Both  of  these  objections  were  mentioned  by  Lord  Rayleigh.^ 
Recently  it  has  been  found  in  the  work  at  Princeton  that  silver 
deposited  on  highly  polished  silver  may  be  scraped  oflF  with  the 
greatest  ease,  although  it  adheres  suflSciently  well  for  the  usual 


•  Loc.  dt.,  p.  9. 


'  Phil.  Trans..  176,  p.  431;  1884. 
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washing  operations.  The  deposit,  after  being  washed,  was  scraped 
down,  while  still  wet,  with  a  small  silver  "  hoe. ' '  This  has  afforded 
a  ready  means  of  determining  the  inclusions  between  the  crystals 
and  the  cup  and  of  saving  deposits  for  further  examination  for 
inclusions.  Prof.  Hulett  has  kindly  permitted  us  to  make  use 
of  his  silver  cups  in  this  way. 

The  electrolytes  used  in  these  experiments  were  generally  of  a 
very  high  degree  of  purity  and  the  silver  nitrate  was  prepared 
either  by  the  methods  *  previously  described  by  the  Bureau  or  by 
the  Princeton  method.  The  electroljrte  was  always  tested  for  its 
acidity  and  for  reducing  agents. 

The  cups  were  weighed  on  the  same  balances  described  by 
Rosa  and  Vinal,*  but  these  balances  were  mounted  in  a  new 
balance  room,  similar,  however,  to  that  used  before. 

3.  THE  AIXOYraO  OF  SILVER  aud  plahnum 

Nearly  all  the  previous  observers  who  have  tried  heating  the 
silver  deposits  have  mentioned  the  alloying  of  the  silver  and 
platinum  at  a  temperature  corresponding  to  dull  red,  and  Van 
Dijk*®  has  described  the  black  stain  left  on  the  platinum  cup 
after  the  silver  has  been  removed.  Others  have  not  mentioned 
this,  probably  because  the  stain  was  almost  invisible  if  the  alloy- 
ing was  slight.  None  of  the  previous  authors  seem  to  have  been 
aware  of  the  significance  of  this  alloying  and  of  the  black  stain; 
for  example,  Richards  and  Anderegg  "  say,  ''Such  heating  slightly 
alloys  the  two  metals  *  *  *.  This  complication,  of  coiu-se, 
has  not  the  slightest  effect  upon  the  quantitative  experiment." 

Time,  as  well  as  temperature,  is  a  very  important  factor  in 
alloying.  Rapid  heating  to  a  given  temperatiu-e  for  a  short  time 
may  produce  little  effect,  but  it  becomes  very  pronounced  as  the 
time  of  heating  is  increased,  as  we  found  on  using  the  electric 
furnace.  A  cup  heated  to  625®  for  30  minutes  in  the  furnace  was 
much  more  alloyed  than  a  similar  cup  heated  to  675®  in  the  same 
furnace  and  immediately  allowed  to  cool. 

•  Thb  Bolletiii,  9.  p.  537  (Reprint  No.  aoz);  Trans.  Am.  Ekctrochem.  Soc,  tt,  p.  37a,  X9xa. 

*  This  Bulletin,  9,  p.  174  (Reprint  No.  X94)* 

1*  Arch.  Neer.  det.  ScL  H,  10.  p.  S77. 1905;  Ann.  d.  Phys.,  19.  p.  965. 1906. 
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When  the  deposits  are  removed  from  the  alloyed  cups  by  elec- 
troljrsis  or  nitric  acid,  a  brown  stain  remains  on  the  platinum  if 
the  cups  have  been  heated  for  only  a  short  time  with  the  flame,  or 
a  heavy  dark  brown  or  black  stain  in  the  case  of  cups  heated  for 
a  longer  time  in  the  ftunace.  We  were  unable  to  remove  this 
stain  completely  by  scrubbing  without  a  considerable  abrasion  of 
the  platinum  surface,  and  it  persisted  even  after  the  cups  were 
carefully  washed  and  dried  at  160®.  If  the  cups  were  heated  to 
bright  redness  in  a  Bunsen  flame,  the  slight  stains  completely 
disappeared,  but  their  capacity  to  make  trouble  was  only  slightly 
lessened.  Early  in  our  work  we  found  that  this  change  incolor 
from  brown  or  black  to  gray  was  accompanied  by  a  marked 
change  in  weight  of  the  cup.  This  change  in  weight  may  be  as 
small  as  one  or  two  tenths  of  a  milligram  in  the  case  of  cups  that 
have  been  very  slightly  alloyed,  or  it  may  amount  to  milligrams 
in  case  of  heavily  alloyed  cups.  The  following  figures  give  the 
change  in  weight  as  we  have  observed  it  for  a  few  cases. 

TABLS  3 

Change  in  Wel^  Dim  to  Olo^ring  a  C19  Stained  by  tfia  Allojliig  of  Sil^ 
After  Cleaning  and  Diying  at  160''  C 


Date 

LoMln 

Wtitflt 

Clmscter  of  iteln 

Jtf7  27 

1915 

a  180 
.220 
.672 
.643 
1.083 
4.89 

Do. 

JLIICII1I6 

8tV4tiBb«r23. 

Do. 
Brown  itaini  ntlier  pfomlnont 

OcMb«t2 

The  cause  of  this  phenomenon  seems  to  be  the  expulsion  of 
adsorbed  material  in  the  brown  or  black  stains.    These  stains  we 
bdieve  to  be  platinum  black.    The  nature  of  this  material  adsorbed 
by  the  platinum  black  has  not  yet  been  determined,  but  experi- 
ments will  shortiy  be  made  to  identify  it.    The  disappearance  of 
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fore  hardly  visible  on  the  gray  surface  of  the  platinum  cup  itself. 
The  black  stains  show  their  marked  catal3rtic  power  when  brought 
in  contact  with  hydrogen  peroxide.  Even  in  cases  when  the 
alloying  has  been  so  slight  that  the  platinum  black  stains  are 
invisible  we  have  foimd  that  thie  actual  presence  of  the  stains 
can  be  shown  by  making  a  test  with  peroxide.  In  this  test  the 
peroxide  was  made  to  cover  both  platinum  black  and  the  bare 
platinum  surface  of  the  cup  at  the  top.  The  bubbles  formed 
quickly  in  the  platinum  black  region  and  not  noticeably  over  the 
bare  platinum.  There  was  a  sharp  line  of  demarcation  between 
the  decomposing  peroxide  and  the  remainder  at  the  point  where 
the  top  of  the  silver  deposit  had  been.  We  have  also  tried  this 
experiment  on  a  cup  which  had  been  heavily  alloyed  by  heating 
in  the  furnace,  and  in  this  case  we  foimd  that  the  prominent 
brown  stains  caused  a  great  evolution  of  bubbles  in  the  peroxide. 
In  another  case  the  platinum  black  stains  which  had  been  con- 
verted into  platinum  gray  by  glowing  the  cup  were  tested.  Here 
the  effect  was  much  less  marked  than  in  a  companion  cup  which 
had  been  similarly  treated  in  every  way  except  that  it  had  not 
been  glowed.  We  think  this  indicated  that  the  stains  were  really 
platinum  black. 

In  the  case  of  moderately  alloyed  cups  with  polished  inner 
smiaces  the  brown  stains  often  showed  the  position  and  size  and 
shape  of  each  individual  crystal  of  silver.  But  as  the  alloying  was 
increased  by  longer  heating-  it  was  possible  to  see  the  alloy  spread 
out  into  the  spaces  between  the  crystals  of  silver,  so  that  when  the 
silver  was  removed  the  brown  stains  had  merged  together,  forming 
one  continuous  stain  all  over  the  inner  surface  of  the  cup.  We 
have  examined  these  stains  tmder  a  high-power  microscope  and 
foimd  them  to  be  essentially  a  surface  phenomenon. 

It  seemed  desirable  to  investigate  the  change  in  weight  of  this 
platinum  black  in  its  relation  to  temperature,  and  therefore  we 
heated  a  cup  to  successively  higher  temperatures,  weighing  it 
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WdglitotCBp 
minos 

Tempin- 
tnre 

Decrwte 

In 

wvldit 

•— 

mf 

+a276 
+  .236 
+  .247 
+  .123 
+  .044 

-  .660 

-.718 

-  .830 

Total 

•c 

151 
131 
131 
231 
400 
600 

660 
760 

mf 

HetOedindMtiicovoa. 

Do. 

Do. 

Do. 
Hoitod  inoloctzic  fnimco. 
Hosted  in  oloctxlc  faniMo.    (Color  diantod  to 

Do. 

a  130 
.079 
.704 

.058 

.112 

1.063 

These  results  are  shown  graphically  in  Fig.  i. 

We  next  considered  the  question  of  the  effect  this  layer  of  plati- 
num black  or  platinum  gray  has  upon  the  silver  deposited  and 
what  r61e  it  played  in  the  determination  of  the  inclusions  by  the 
method  of  heating  as  advocated  by  Lord  Rayldgh  and  later  by 
Richards.  From  the  above  results  we  concluded  that  a  cup  con- 
taining a  trace  of  platinum  black,  on  which  silver  has  been  depos- 
ited, if  heated  to  dull  redness,  will  show  a  loss  in  weight  that  can 
not  properly  be  assigned  to  the  liberation  of  inclusions  in  the  silver 
alone.  Yet  all  previous  observers,  with  little  or  no  precautions  to 
insure  against  the  presence  of  the  platinum  black,  have  assumed  the 
observed  loss  in  weight  to  represent  the  liberated  inclusion  from 
the  silver  deposit.  It  is  also  obvious  that  if  the  platinum  black 
is  present,  the  losses  observed  when  making  determinations  of  the 
inclusions  by  heating  will  be  fotmd  to  be  very  variable  and  their 
magnitude  will  depend  upon  the  amoimt  of  platinum  black  present 
and  its  previous  heat  treatment.  On  the  other  hand,  if  the  cup 
has  been  glowed  before  making  the  deposit  of  silver,  so  that  the 
platinum  black  is  converted  to  platinum  gray,  it  is  less  probable 
that  subsequent  heating  of  the  silver  deposit  will  show  large  or 
variable  losses  in  weight.  We  have  made  a  special  test  of  this 
point  in  the  case  of  two  cups  both  coated  with  platinum  black  from ' 
previous  alloying  with  sflver.     One  of  these  was  glowed  before 
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making  the  deposit  of  silver  and  the  other  was  treated  in  the  usual 
way;  that  is,  washed  and  dried  at  160^.  Aside  from  the  question 
of  relative  weights  of  the  two  deposits,  which  will  be  discussed 
further  on,  we  give  here  the  observed  losses  in  weight  when  the 
two  cups  with  identical  deposits  were  heated: 

Cup  that  had  been  glowed  before  making  the  deposit  lost 

0.06  mg. 
Cup  that  had  not  been  glowed  lost  4.89  mg. 

This,  of  course,  is  an  exaggerated  case,  but  shows  the  possibiUty 
of  error  in  the  assumption  made  by  previous  observers  as  men- 
tioned on  page  155. 

We  concluded  that  if  the  cup  has  been  thoroughly  glowed  pre- 
vious to  making  the  deposit  that  a  subsequent  determination  of 
the  inclusions  will  represent  fairly  the  change  in  weight  of  the 
deposit.  For  if  we  take  the  mean  of  13  determinations  given  in 
Table  6,  in  which  the  cup  contained  a  small  amount  of  platinum 
black  previously  glowed,  and  compare  it  with  12  determinations 
made  with  cups  which  were  entirely  free  from  the  platinum  black 
or  platinum  gray  before  making  the  deposit,  we  find  the  difference 
in  estimated  inclusions  to  be  only  0.0006  per  cent,  which  is  within 
the  experimental  error. 

4.  EFIBCT  OF  AIXOYUf O  ON  THB  AMOUlffT  OF  SILVER  DEPOSITED 

The  first  intimation  which  we  had  that  the  presence  of  platinum 
black  or  platinum  gray  in  the  voltameter  would  cause  serious 
errors  in  the  quantity  of  silver  deposited  was  in  an  early  experi- 
ment when  two  cups  that  had  been  heavily  alloyed,  but  subse- 
quently glowed,  showed  deposits  more  than  2  mg  lighter  than 
the  other  cups.  It  was  this  experiment  that  first  suggested  the 
nature  of  the  stains  on  the  platinum  and  led  us  to  experiment  with 
them.  Smce  then  we  have  made  special  experiments  to  deter- 
mine the  general  effect  of  previous  allojdng  of  the  cups  on  subse- 
quent deposits  of  silver. 
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Effect  of  Platimim  Black  and  Pktiiiam  Gimy  on  tfM  liaM  of  Si^ 

Dried  at  160'') 


Dtto 

Ctip 

Depiwtt 

Condition  Of  tlM  cop 

1915 

Df 

Aiicaitl2 

38 

4249.23 

Nonnal  fottamotor;  no  alloy. 

27 

4249.19 

28 

425a  61 

Attcntt  18 

93 

4207.80 

Ifocmal  fttltemeter;  no  allor. 
SUditly  alloywl  and  glowod. 

92 

4207.33 

27 

4207.68 

Platfanm  bteck  ramoved  by  aqoa  licia. 

39 

4207.49 

SUilillsr  alloyod  and  glowod. 

I 

4207.58 

Platfamm  black  ivmovod  bjr  aqua  laaia* 

n 

4207.64 

Do. 

OcMMr2 

27 

4233L03 

AOoiPwl  and  dtwod;  plalianm  cmy. 
Heavy  lajrer  of  plalltttim  black. 

28 

4234.35 

38 

4233.58 

normal  vottamotor;  no  alloy. 

It  thus  appears  that  a  cup  that  had  been  alloyed,  and  hence 
contams  the  platinum  black  stams,  gave  an  apparently  heavier 
deposit  than  normal  if  it  had  not  been  glowed  or  a  lighter  deposit 
than  normal  if  it  had  been  glowed  previously  to  making  the 
deposit.  This  was  not  tmderstood  at  first,  since  we  thought  that 
the  light  weight  of  the  deposit  might  be  due  to  the  catalytic  eflfect 
of  the  platinum  gray  on  the  hydrogen  ions  present  in  the  solution, 
and  it  was  therefore  expected  in  the  experiment  of  August  12  that 
cup  No.  28  would  show  a  still  lighter  deposit.  As  a  matter  of 
fact,  the  deposit  was  much  too  heavy  and  this  was  confirmed  by 
the  same  cup  in  the  experiment  of  October  2.  The  difl&culty  was 
explained  when  we  heated  cups  Nos.  27  and  28  of  the  last  experi- 
ment to  a  dull  red. 

No.  27  lost  0.060  mg. 
No.  28  lost  4.89. 

That  is,  the  deposit  in  No.  28  was  in  reality  much  the  lightest 
although  apparently  heavy  owing  to  material  probably  adsorbed 
by  the  platinum  black. 

Careful  measurements  of  the  acidity  of  the  electroljrte  were 
made  and  checked  for  the  experiment  of  October  2.     It  was  fotmd 
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The  acidities  were  as  follows: 

Initial  acidity  of  electrolyte  7  X  lo**  acid 

Final  acidity  No.  27,  platinum  gray  10  X  lo**  acid 
Final  acidity  No.  28,  platinum  black  15  X  lo"*  acid 
Final  acidity  No.  38,  normal  cup  6  X  lo**  acid 

The  Table  5  shows  that  when  the  platintun  cup  containing  the 
platinum  black  is  cleaned  with  cold  concentrated  aqua  regia  and 
rubbed  the  deposits  are  in  agreement  with  those  in  cups  which 
have  never  been  alloyed  with  silver.  This  cleaning  process,  how- 
ever, removes  a  considerable  amotmt  of  the  platinum.  In  exag- 
gerated cases  this  is  as  much  as  a  gram.  For  this  reason  it  appears 
doubtfid  whether  a  moderate  amotmt  of  scrubbing  would  sufl&ce 
for  the  complete  elimination  of  the  platintun  black.  Richards 
and  Anderegg,  for  example,  mention  scrubbing  the  cups  and  say 
that  the  crucibles  lost  a  few  tenths  of  a  milligram  each  time.  Otir 
work  wotild  lead  us  to  expect  a  much  greater  loss  than  this  if  the 
platintun  black,  even  for  only  a  slight  alloying,  be  entirely  removed. 

Cleaning  the  cups  in  this  way  is  inconvenient  and  destructive 
to  the  cup.  We  do  not  find  it  necessary  to  make  inclusion  deter- 
mination for  every  deposit  of  silver  and  to  do  so  wotild  speedily 
ruin  the  platinum  cups. 

5.   ESTOCATION   OF  XNCLUSIOlf S  IN   DEPOSITS   FROM   PUR£ 
ELECTROLYTES 

Table  6  shows  the  observed  losses  in  weight  of  deposits  from 
pure  electrolytes,  the  ptuity  being  judged  by  the  standards  of 
ptuity  previously  published  by  the  Btu-eau."  All  such  deposits 
which  were  heated  according  to  the  method  described  by  Richards 
and  Anderegg  are  included  in  this  table.  In  no  case  was  platintun 
black  present,  but  in  some  cases  slight  amotmts  of  platinum  black 
had  been  converted  over  into  platinum  gray  before  making  the  de- 
posits. This  is  immaterial,  as  we  showed  on  page  157,  but  these 
cases  are  noted  in  the  table.  All  deposits  which  were  heated  in  the 
electric  furnace  are  also  included  in  the  table  with  the  exception  of 
two  in  the  experiment  of  JtUy  20.  For  tinknown  reasons  these  were 
discordant  with  all  the  oliier  restilts  of  the  table,  and  they  are 
therefore  omitted.  If,  however,  they  had  been  included  they 
would  have  affected  the  mean  result  by  only  0.0005  per  cent. 

u  This  Bulletin,  9,  p.  514  Reprint  No.  aoi. 
41410^—16 11 
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TABLE  6 
BstimatUm  of  Inclnirionii  1»y  HMtisg  tbfb  Depodti 


[VcLts 


Date 

Civ 

MflOiod 

ot 
taMttng 

Tom- 

nmn- 
borol 
taoot- 

Totel 
Itooln 
wdgbt 

Pofcont- 

i:ria 

wdgbt 

HOMOt 

or  not 

^ 

191S 

Dof.C 

mg 

JontH 

95 

VltfB*-,. 

2 

ai30 

a0032 

Ho 

Sthror  Bttnto  pfofttod 

by  Bofom  of  Stnd. 

•fdomodiodi. 

99 

...do 

2 

.186 

.0045 

Ho 

Do. 

JOMie 

95 

...do..... 

3 

.220 

.0055 

Too 

Do. 

39 

...do..... 

3 

.300 

.0075 

Too 

Do. 

IIBM24 

95 

...do..... 

3 

.181 

.0041 

Too 

Slhror  nttnto  to  pat- 

POfO. 

92 

...do..... 

3 

.129 

.0029 

Ho 

oDfoc  iillHt*  ftwpunA 

by  Bofom  of  Stead. 

Mdimoltaodi. 

27 

...do 

3 

.205 

.0047 

Ho 

Do. 

28 

...do 

3 

.279 

.0064 

Ho 

fiOfM  oltmte  00  fu^ 
ctaMOd     BBl     qam 

fdfO. 
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28 
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2 
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I 
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2 
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Ho 
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n 
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AS 

2 
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.0028 
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95 

yiuDo... 

1 

.161 

.0087 
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^ 

1 

1 

.116 
.322 

.0027 
.0073 
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Vomoot. 

62S 

Do. 

n 
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62S 

1 

.254 

.0058 

Too 

Do. 
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92 

VUm^., 

1 

.333 

.0079 
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Do. 

AacnatlS 

27 

VomMt. 
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1 

.240 

.0057 

Ho 

Do. 

I 
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1 

.111 

.0026 
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...do 
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1 

.169 

.0039 

Ho 
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.0014 
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The  inclusions  expelled  by  heating  the  silver,  therefore,  seem  to 
be  about  0.004  P^  c^^t^  Richards  and  Ander^g  "  apply  a  correc- 
tion of  6  per  cent  for  the  solids  they  estimate  to  remain  from  the 
inclusions,  but  6  per  cent  of  0.004  per  cent  is  too  small  to  consider. 

It  is  interesting  at  this  point  to  compare  the  results  which  have 
previously  been  obtained  by  methods  similar  to  those  used  in 
this  paper.  We  give  in  Table  7  an  anal3rsis  of  earlier  results  com- 
pared with  our  own.  In  general,  these  results  had  to  be  computed 
from  the  original  data  contained  in  the  various  papers.  Thus,  in 
the  case  of  Lord  Rayleigh's  Table  2,  we  have  computed  the  per- 
centage loss  in  weight  of  the  deposit  for  all  deposits  made  from 
silver  nitrate  not  contaminated  with  acetate.  For  Richards  and 
Ander^[g's  work  we  have  included  all  the  results  given  in  their 
Table  3  and  have  ayeraged  them  together. 

TABLB  7 

Snmmaiy  of  Retoltt  Obtained  by  Hectiiig  the  Siher  Deposils  in  tfie  Pletintim  Ci^ 

to  Esp^  Indusioos 


T-. 

OiNNfVin 

^ 

Mmb 

rMtttt 

ObMfw 

ViUHM 

.— 

Mini. 

Ifari- 

1684 
1902 
1906 

RayMilmd  Stdcwkk.. 
RldMfdt  and  HMmitd. . 
VanDllk 

Pwcwt 

aooo 

-.003 
+  .009 
+  .002 
+  .0026 
-.0039 
+  .0002 

PiTMOl 

-a  030 

-.080 

-.006 

-.005 

-.0067 

-.0652 

-  .0079 

Pwcwt 

ao30 

.087 

.015 

.007 

.0118 

.0813 

.0061 

PWCMI 

a  010 

.018 
.000 
.0006 

.0023 
.0142 
.0040 

24 
12 
7 
18 
19 
27 
25 

Pbfl.  Tnmi.  A.,  17S» 
9.438. 

Zi.  L  Phjrs.  ChMB., 

41,9.323. 
Aim.  d.  Pliyi.,  1%  f. 

266. 
Zi.  L  Inttik.,  66,  ». 

226. 
8ttibw.Alcad.Wln., 

Wlan,  m,  p.  1068. 
J.  Am.  Cham.  Sac, 

67.  M6. 
Thlapapar. 

1906 
1912 

1915 
191S 

RlduBda  and  AndMtn. . 

VlDidaidBovud. 

1 

It  is  readily  s6en  from  Table  7  that  the  results  classify  them- 
selves in  two  groups.  On  the  one  hand,  we  have  Lord  Rayldgh 
and  Mrs.  Sedgwick,  Richards  and  Heimrod,  and  Richards  and 
Anderegg;  on  the  other  hand,  we  have  Van  Dijk,  Jaeger  and  von 
Steinwehr,  Boltzmann,  and  the  present  authors.  So  far  as  Lord 
Rayleigh  and  Mrs.  Sedgwick  are  concerned,  it  must  be  remembered 
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that  they  were  working  with  the  filter  paper  voltameter,  and  there- 
fore their  electrolyte  was  impure,  which  we  think  will  account  for 
a  high  value  for  the  inclusions.  Whether  we  include  their  results 
or  not,  the  fact  remains  that  Richards  and  his  coworkers  stand 
alone  in  finding  the  largest  inclusions  and  in  having  the  largest 
variation  between  their  extreme  values.  The  most  consistent  re- 
sults— ^that  is,  those  having  the  smallest  difference  between  the 
extreme  values — are  the  results  of  Jaeger  and  von  Steinwehr. 
These  are  closely  followed  by  the  results  of  the  present  paper  and 
by  the  results  of  Boltzmann  and  Van  Dijk.  If  we  group  these  foiu* 
series  together,  we  have  69  fairly  consistent  determinations  of  the 
inclusions  of  which  the  mean  is  0.0023  per  cent,  weighting  each  of 
the  f  oiu-  results  according  to  the  number  of  observations  on  which 
it  is  based.  Richards's  39  observations,  on  the  contrary,  give  a 
mean  result  of  o.oi  54  per  cent,  or  nearly  seven  times  larger  than  the 
mean  of  the  other  observers.  Just  how  much  effect  the  platintun 
black  has  had  in  the  results  of  these  previous  observers  we  shall  not 
attempt  to  say,  but  it  is  evident  that  in  the  case  of  Van  Dijk,  Jaeger 
and  von  Steinwehr,  and  Boltzmann  it  was  very  small.  The  last 
named  mentions  glowing  the  cup  each  time  before  making  a  deposit, 
and  this  would  nullify  the  effect  of  the  platinum  black  so  far  as  de- 
termining the  inclusions  is  concerned,  as  we  have  shown. 

The  voltameters  used  in  the  researches  that  showed  very  small 
inclusions  have  varied  greatly  in  size.  The  smallest  cup  was  Van 
.  Dijk's,  which  held  only  30  cc,  and  the  largest  were  oiu*  own,  some 
of  which  held  over  300  cc. 

Smith  Mather  and  Lowry  heated  a  few  deposits,  but  not  to  as 
high  a  temperature  as  in  the  case  of  the  results  recorded  in  Table  7 ; 
they  are  therefore  not  mentioned  in  this  connection.  This  is  also 
the  case  with  a  few  other  observers  whose  methods  have  differed 
in  principle  from  the  methods  of  this  paper. 

6.  THE  VALUE  OF  THE  FARADAT 

The  Bureau  "  published  some  years  ago  a  value  for  the  absolute 
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ever  of  these  values  is  taken,  if  we  apply  as  a  correction  the  esti- 
mated inclusions  as  found  in  the  preceding  section  it  appears  that 
I.I  1800  mg  per  coulomb  which  was  adopted  by  the  London 
Electrical  Congress  of  1908  as  the  value  for  the  electrochemical 
equivalent  is  in  reality  the  closest  figure  that  we  can  assign  to  this 
constant,  and  seems  to  be  correct  to  within  a  few  parts  in  one  hun- 
dred thousand.  We  do  not  know  the  value  for  the  atomic  weight 
of  silver  with  this  degree  of  accuracy.  It  is  only  expressed  to 
five  significant  figures,  but  taking  the  present  international  value 
107.88  we  find  the  value  of  the  Faraday  to  be 

96494 

In  a  recent  paper  by  Vinal  and  Bates  *•  the  value  of  96  500  is 
recommended  for  general  use,  and  this  recommendation  still  holds 
good.  The  correction  for  inclusions  foimd  in  the  present  paper 
will  accotmt  for  only  4  out  of  2 1  parts  in  100  000  difference  between 
the  results  of  the  silver  and  iodine  voltameters  of  their  work. 
Additional  experiments  are  now  being  made  in  the  Princeton  labor- 
atory in  which  some  of  the  deposits  obtained  dining  the  present 
investigation  will  be  analyzed.  After  these  results  have  been  ob- 
tamed  a  more  extensive  discussion  of  the  Faraday  will  be  given. 

7.  ADDrnON AL  BXPBRIMBirrS  ON  THE  DEPOSITS 

Successive  Heatings  of  the  Deposits. — It  will  be  noted  in  Table  6 
that  some  of  the  deposits  were  heated  more  than  once.  This  was 
to  determine  how  completely  the  inclusions  are  expelled  by  one 
heating.  Our  experiments  showed  that  about  90  per  cent  of  the 
total  loss  in  weight  occiu^  the  first  time  that  they  are  heated.*^ 
The  second  and  third  heatings  show  small  changes  which  are 
sometimes  slight  gains  in  weight  instead  of  losses. 

Effect  of  Heating  Deposits  to  an  Abnormally  High  Temperature. — 
Two  deposits  were  heated  by  a  flame  to  a  temperatin-e  estimated 
at  700°  C  after  being  heated  to  dull  redness.    The  resulting  loss  in 
weight  Was  observed : 

Percentage  of  deposit 

a  0017 

.0006 
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One  deposit  was  heated  in  the  furnace  to  675®  after  having  been 
twice  heated  to  625°;  the  result  was  an  apparent  gain  in  weight  of 
o.ooi  I  per  cent. 

Effect  of  Prolonged  Heating  of  the  Deposit. — ^When  the  deposits 
are  heated  with  the  Bunsen  burner  the  time  that  the  deposit  is  at 
a  high  temperature  is  very  brief,  but  in  the  case  of  the  furnace  the 
cup  and  deposit  are  over  600®  for  at  least  seven  minutes.  The 
agreement  of  these  two  methods  of  heating  shows  that  the  time 
is  not  significant,  but  as  a  further  test  we  baked  a  deposit  for  the 
second  time  in  the  ftunace  for  one-half  horn-  at  625°  and  found  the 
loss  in  weight  to  be  only  0.0004  P^  cent. 

It  is  forttmate  that  the  time  for  heating  can  be  made  so  short 
because  the  trouble  with  the  alloy  of  silver  and  platintmi  is  much 
lessened. 

Heating  the  Deposit  After  Removal  from  Cathode. — ^Two  samples 
A  and  B,  of  silver  deposits  from  piu-e  electrolytes  were  removed 
from  the  silver  cathodes  as  described  on  page  151.  These  were 
dried  at  160®  in  a  small  platintun  dish  previously  washed,  dried, 
and  glowed.  After  weighing  they  were  heated  in  the  same  plati- 
num dish  to  dull  redness  with  a  Bunsen  burner.  We  give  in  Table 
8  these  two  values,  together  with  the  values  obtained  by  heating 
the  deposits  on  platintmi  of  the  same  nm  according  to  the  method 
described  by  Richards  or  in  the  furnace.  Two  deposits  of  the  run 
of  July  9  which  are  given  in  Table  6  are  omitted  here  because  the 
platinum  cups  were  not  previously  glowed,  and  two  deposits  also 
on  Jtme  24  made  with  a  different  electrolyte. 

TABLB  8 
Esthnatiflns  of  ladusions  in  Silver  Scraped  from  the  Catliode 


Date 

Sttnpto 

LoMin 
weight 

Cup 

Leeein 
weldit 

Umm 

DUtecence. 

lample 
minus  cop 

TitiM24... 

1915 

A 
B 

Percent 
a0045 

0008 

92 
27 
95 
92 
27 
28 

Percent 
o!o029 
.0047 

(+).0002 
.0003 
.0011 
.0007 

Percent 
a0038 

Peroent 
+0l0007 

Tiily9 

.0005 

+aooo3 
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The  agreement  of  these  two  results  is  better  than  was  to  be 
expected. 

The  Inclusions  Between  the  Crystals  and  the  Surface  of  the  Cup. — 
Richards  and  Anderegg^'  note  that  platinum  cups  with  rough 
interior  surfaces  considerably  increase  the  inclusions.  It  therefore 
seemed  worth  while  to  examine  this  point  closely  because  of  the 
excellent  agreement  of  results  obtained  by  Hulett  and  Vinal,^* 
although  one  used  platinum  cups  with  rough  interior  surfaces  and 
the  other  smooth  surfaces.  In  the  present  work  cups  I  and  II  had 
rough  interior  surfaces  and  27  and  28  became  roughened  after  clean- 
ing with  the  aqua  regia,  so  we  may  readily  classify  the  results  given 
in  Table  6  according  to  the  character  of  the  interior  surface  of  the 
cup.    This  is  done  in  Table  9. 


TABLE  9 
of  Inctagfooa  ia  VdUmwins  with  Roo^  and 


SnwfKfa  Sttrlacm 


Smooth  tor- 
iMosCper 

tent  km  in 
weight  on 
hMting) 

Rough  rar- 
lice8(por 

cont  kwi  in 
weiCfaton 
hootlni) 

Pwcont 

Pwcent 

a0032 

aoo40 

45 

28 

55 

73 

75 

58 

41 

57 

29 

28 

47 

39 

64 

14 

+02 

57 

03 

54 

U 

07 

37 

•    27 

79 

BCattl.0037 

.0044 

The  difference  is  thus  only  0.0007  per  cent,  which  is  within  the 
experimental  error,  and  therefore  we  may  say  that  the  inclu- 
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sions  on  smooth  and  rough  stirfaces  are,  so  far  as  our  experiments 
go,  the  same.'® 

As  to  the  magnitude  of  the  inclusions  between  the  oystals 
and  cup  we  were  enabled  to  form  an  estimate  using  the  silver  cups 
in  which  the  silver  can  be  so  easily  scraped  from  the  cathode 
while  the  cup  is  filled  with  conductivity  water. 

The  general  procedure  was  to  wash  these  deposits  tmtil  further 
washing  produced  no  change  in  the  conductivity  of  the  water 
used.  Then  a  platinum  cup  similar  to  the  cups  in  use  was  filled 
after  washing  with  the  sam^  conductivity  water  and  stood  beside 
the  cup  tmder  test.  A  large  glass  plate  was  interposed  between 
the  observer  and  the  cups  while  the  silver  was  scraped  down  so 
that  during  the  three  to  five  minutes  required  the  breath  of  the 
observer  might  not  contaminate  the  water  in  the  cups.  As  soon 
as  the  scraping  was  complete  the  conductivity  of  the  water  in  the 
cup  under  test,  and  the  blank  also,  were  immediately  measured 
in  a  conductivity  cell  of  the  pipette  form.'*  The  net  result  found 
represents  the  increase  due  to  the  silver  nitrate  liberated  by  scrap- 
ing the  silver,  and  also  all  other  causes  of  increase  of  conduc- 
tivity, except  the  effect  of  temperature,  which  was  tmder  control. 
Consequently  the  values  fotmd  are  maximmn  values  and  the 
silver  nitrate  calculated  from  the  increase  in  conductivity  is 
probably  too  large.  In  the  first  experiment  the  value  fotmd  is 
considerably  larger  than  in  the  others.  This  is  probably  due  to 
imperfect  technique  before  we  learned  the  best  way  of  doing  the 
experiment.     The  results  are  given  in  Table  lo. 

TABLE  10 
Inclusions  Between  Ciystals  and  Cop 


Date 


Cup 


Byilvalent  Ajlf Oi  fw 
ooDiditcthrttj 


1915 


August  9... 
tl8.. 


VI 
V 
V 

VI 


ao4  0 

.01 

.0052 

.0078 


Mmoi. 


.  0076  O  0.0002  per  cent  of  the  tfopottt. 
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The  amount  of  silver  nitrate  trapped  behind  the  crystals  is 
therefore  very  small,  and  consequently  it  is  not  surprising  that 
Table  8  shows  so  close  an  agreement  between  the  inclusions 
determined  for  the  silver  removed  from  the  cathode  and  other- 
wise. 

Inclusions  in  Silver  Deposits  from  Less  Pure  Electrolyte. — In  two 
experiments  we  used  electrolyte  manifestly  less  pure  than  in  the 
other  experiments.  For  one  of  these  we  purposely  added  filter 
paper  to  the  electrol3rte  and  in  the  other  the  impurity  manifested 
itself  by  a  considerable  volume  effect,  which,  being  larger  than 
the  average  experimental  error,  we  regard  as  evidence  of  impiuity. 
These  results  are  given  in  Table  1 1 . 

TABLB  11 
Bstimated  Lichuioaaa  by  Heating  the  Cups  with  Deposits  from  Impure  Blectiolytds 


Date 

Cnp 

Per- 

weight 

Remaxkt 

1915 

July  2 

95 
92 

a  0067 
.0118 

Filter  p«»tr  pot  In  •todmlyte. 
Do. 

27 

.0071 

Do. 

28 

.0097 

Do. 

July  28. 

95 

.0106 

Vdume  effect  of  7  In  100  000. 

92 

.0102 

Do. 

27 

.0118 

Do. 

28 

.0095 

Do. 

I 

.0102 

Do. 

n 

.0093 

Do. 

Mmm        

.0097 

The  inclusions,  therefore,  appear  to  be  more  than  twice  what 
was  found  in  the  case  of  pure  electrol3rte.  This  is  in  accord  with 
the  view  expressed  by  the  Bureau  ^'  several  years  ago  that  the 
presence  of  impurities  of  a  colloidal  nature  which  break  up  the 
crystalline  structure  of  the  silver  will  increase  the  inclusions  in 
the  deposited  silver. 

The  Volume  Effect. — Richards  and  Anderegg,**  explaining  the 
volume  effect,  attribute  it  to  a  surface  effect  and  claim  the  inclu- 
sion to  be  greater  in  the  larger  cups,  so  that  when  both  large  and 
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small  cups  are  heated  the  restiltant  deposits  are  in  agreement. 
We  have  examined  all  onr'experiments  with  this  point  in  view,  and 
we  give  in  Table  1 2  an  analysis  of  all  those  in  which  a  comparison 
of  our  large  and  small  cups  (No.  92  and  No.  95  large  size,  No.  27 
and  No.  28  small  size)  was  made  with  subsequent  heating,  except 
for  the  experiment  of  July  20,  in  which,  as  we  stated  on  page  159, 
the  results  with  the  small  cups  were  anomalous.  This  table 
includes  the  results  of  deposits  from  pure  solutions  in  which  the 
voliune  effect  was  very  small  or  absent  altogether  and  also  the 
results  of  deposits  from  impure  solutions  in  which  the  voltmie  effect 
is  large.  The  table  shows  that  heating  the  deposits  to  expel  the 
inclusions  did  not  make  the  difference  between  large  and  small 
deposits  any  less,  '*  as  Richards's  theory  would  call  for,  but,  on  the 
other  hand,  the  difference  became  a  trifle  larger,  on  the  average 
0.03  mg  for  each  comparison,  which  is  perhaps  as  good  agreement 
as  could  be  expected.  Richards's  results  could,  however,  be 
explained  on  his  theory  by  the  assumption  that  the  platimun 
black  from  previous  heatings  was  not  entirely  eliminated  before 
making  the  deposit.  In  such  a  case  for  two  cups  equally  alloyed 
the  amount  of  platinum  black  would  be  proportional  to  the  surface 
of  the  cup.  This,  even  with  piu^  electrolyte,  would  probably 
show  an  apparently  heavy  deposit  in  the  large  cup,  as  our  results 
on  page  158  indicate,  and  this  cup  would  also  lose  the  most  on 
heating  to  a  high  tempecattu^,  hence  the  two  deposits  would 
appear  to  draw  together.  The  results  of  Table  12  emphasize  the^ 
previous  viewpoint  of  the  Bureau  that  the  piuity  of  the  salt  used 
for  the  electrolyte  is  the  determining  factor  in  the  volume  effect. 

t«  Bxamining  the  results  of  Lord  Raykigh  and  Mrs.  Sedgwick^  we  find  the  same  thing.  Their  large  cup 
deposits  lost  0.0x3  per  cent  and  their  small  cup  deposits  lost  0.009  per  cent.  The  difference  between  these 
results  is  well  within  their  ezperimental  error. 


Digitized  by 


Google 


Vmai  1 
Bowdl 


Silver  Voltameter 

TABLE  12 
Analysis  of  Deposits  with  Reteenco  to  the  Volume  Effect 


169 


Dtte 


1915 


Jane  14. 
Jane  16. 
Jane  24. 


MS. 


}^n. 


TtUA't. 


Size 


Leige. 
Small. 
Leige. 


Leige. 

Small. 
Laige. 


Laige., 

Small. 
Laige.. 


Laige. 


Laige.. 
Small.. 
Laige.. 
SmaU. 
Laige.. 
Small. 


Deeorit 
lM«ne 


4095.69 
4095.57 
9975.84 
3975.63 
4375.07 
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8.  EXPERIMENTS  ON  THE  ANODE  UQJSW 

Many  lines  of  evidence  led  the  Bureau  to  the  conclusion  stated  in 
its  Part  *•  I  of  the  recent  voltameter  papers  that  the  effects  of  the 
supposed  anomalous   substance   formed   at   the   anode   during 
eJectrolysis  were  in  reality  due  to  impurities  present  in  the  solution, 
as,  for  example,  filter  paper.    The  Bureau  has  not  found  it  neces- 
sary to  change  this  view,  but  in  the  present  work  we  have  tried  two 
further  experiments  on  the  anode  liquid. 

The  first  experiment  was  suggested  to  us  by  the  remark  of 
'Ricb^ds    and  Anderegg'*  that  the  reason  most  observers  had 
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and  vanished.  Accordingly,  we  drew  four  lo  cc  samples  of  the 
dense  anode  liquid  (17  per  cent,  the  original  electrol3rte  was  10 
per  cent)  from  inside  the  porous  cups  of  the  voltameters  of  August 
18.  The  electrol3rte  of  this  experiment  was  quite  pure  as  judged 
by  the  permanganate,  acidity,  and  voliune  effect  tests.  The  four 
samples  of  anode  liquid  were  taken  within  one  minute  after  the 
electrical  circuit  was  broken.  Each  was  put  in  a  stoppered  glass 
tube  and  acidified,  then  i  cc  of  N/iooo  KMn04  was  added  to  each 
tube  and  all  shaken  to  mix  the  contents.  The  whole  operation 
consimied  less  than  five  minutes.  The  times  required  for  the 
permanganate  color  to  fade  were  noted.    They  were 

42  minutes 
52  minutes 
70  minutes 
70  minutes 

mean,  59  minutes 

We  do  not  think  that  our  anode  liquid  contained  the  oxidizable 
compoimd  spoken  of  by  Richards,  else  the  color  of  so  small  a 
quantity  as  i  cc  of  N/iooo  KMn04  would  hardly  be  expected  to 
last  for  an  hour. 

Our  second  experiment  on  the  anode  liquid  was  suggested  by 
the  use  of  the  alundtun  porous  cups  in  an  experiment  described 
by  Richards  and  Anderegg.*^  They  used  the  porcelain  porous 
cup  to  hold  back  the  anode  compoimd  and  the  very  porous 
alundimi  cup  to  let  it  through.  We  thought  that  a  slightly 
different  arrangement  of  the  porcelain  and  altmdum  cups  would 
perhaps  throw  more  direct  light  on  the  matter.  A  previous 
experiment  showed  that  our  altmdum  cups  permitted  water  to 
pass  through  the  pores  about  60  times  as  fast  as  it  passed  through 
our  porcelain  (Pukal)  porous  cups. 

We  arranged  three  voltameters.  One  was  a  normal  voltameter 
with  the  ordinary  porous  cup,  the  second  was  similar  to  the  first 
exceot  that  an  alimdiun  oorous  cud  was  used  in  place  of  the 
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by  the  Btireau.*'  According  to  the  theory  of  Richards  the  first 
and  third  voltameters  should  agree  and  both  give  lighter  deposits 
than  the  second;  but,  on  the  other  hand,  if  the  heavy  anode 
compound  with  excess  silver  is  nonexistent  then  the  second  and 
third  should  agree,  and  if  these  deposits  are  heavier  than  that  in 
the  first  it  would  show  that  the  alimdmn  cups  are  responsible  for 
mtroducing  impurities  into  the  solution.    The  results  of  this 

experiment  were  as  follows: 

mg 

The  first  (normal  voltameter) 4327.08 

The  second  (alundum  cup) 4327. 38 

The  third  (alundum  cup  with  porcelain  porous  cup  inside) 4337*  44 

These  results,  therefore,  tend  to  confirm  the  previous  views  of 
the  Bureau  that  the  anode  reactions  produce  no  effect  whatever  in 
the  quantitative  measurements  '•  of  the  silver  deposited. 

This  work  has  been  done  at  the  Bureau  of  Standards  tmder  the 
direction  of  Dr.  E.  B.  Rosa.  We  have  also  been  fortunate  in 
having  the  help  of  Prof.  G.  A.  Hulett.  The  investigation  is  being 
continued  tmder  the  direction  of  Prof.  Hulett  by  one  of  the  present 
authors  (Bovard)  in  the  Princeton  laboratory. 

9.  SUMMARY 

1.  We  have  heated  a  munber  of  silver  deposits  to  temperattu-es 
slightly  above  600*^,  both  with  a  flame  and  in  an  electric  fiunace, 
and  have  f oimd  the  losses  in  weight  to  indicate  inclusions  of  foreign 
inatter  m  the  deposits  to  be  0.0040  per  cent  on  the  average  for 
pure  electrolyte  and  higher  for  impure  electrolytes. 

2.  We  have  foimd  that  such  heating  of  the  deposits  produces 
an  alloy  of  silver  and  platinmn,  which  on  dissolving  out  the  silver 
leaves  a  layer  of  platintun  black  that  may  lead  to  serious  errors 
the  next  time  the  cup  is  used  if  proper  precautions  are  not  taken. 

3.  We  are  led  to  conclude  that  the  most  accurate  absolute 
value  for  the  electrochemical  equivalent  of  silver  is  1.11800  mg 
P^  coulomb,  and  therefore  the  value  of  the  Faraday  becomes 
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4.  Inclusions  in  silver  deposits  made  on  smooth  platinum  sur- 
faces are  the  same  to  within  the  experimental  error  as  when 
deposits  are  made  on  matte  surfaces. 

5.  Inclusions  between  the  aystals  and  cup  have  been  measured 
by  an  application  of  the  conductivity  method  and  are  found  to  be 
a  neglible  part  of  the  total  inclusions,  which  with  ptu^  solutions 
were  about  four  parts  in  a  hundred  thousand. 

6.  In  cases  where  the  deposit  in  large  cups  exceeds  that  in 
small  cups  (that  is,  where  the  "volume  effect"  is  appreciable) 
we  do  not  find  that  strong  heating  of  the  deposits  diminishes  the 
difference. 

7.  Two  experiments  on  the  anode  liquid  support  the  Bureau's 
previous  conclusions  as  to  the  nonexistence  of  the  heavy  anode 
ion. 

Washington,  October  20,  191 5. 
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L  PURPOSE  AND  SCOPE  OF  PAPER 

So  much  work  on  this  subject  has  been  done  during  the  last 
few  years  that  the  prospects  are  very  bright  that  a  magnetic 
examination  of  steel  will  furnish  information  of  practical  value  as 
to  its  fitness  for  mechanical  tises,  without  at  the  same  time  injuring 
or  destroying  the  specimen  under  test. 

This  paper  is  a  review  of  the  work  done  in  correlating  the  mag- 
netic and  mechanical  properties  of  steel.  The  International 
Assodaticm  for  Testing  Materials  has  designated  this  as  one  of 
the  important  problems  of  to-day  and  has  assigned  its  investi- 
gation to  a  special  committee.  A  number  of  investigators  are 
actively  engaged  on  this  problem. 

Among  the  mechanical  properties  that  have  been  studied  in 
connection  with  the  magnetic  characteristics  are  hardness, 
toughness,  elasticity,  tensile  strength,  and  resistance  to  repeated 
stresses.  The  well-known  fact  that  not  only  do  these  various 
properties  depend  upon  the  chemical  composition  and  the  heat 
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treatment,  but  that  frequently  very  slight  changes  in  the  chemical 
composition  or  the  heat  treatment  produce  very  appreciable 
effects  on  the  magnetic  and  mechanical  properties  complicates 
the  problem  considerably^. 

The  numerical  data  of  this  paper  are  taken  substantially  as 
they  were  presented  by  the  original  investigators.  It  is  not  to  be 
assumed  that  the  data  are  of  great  importance  as  absolute  values 
of  the  various  constants  in  question.  In  very  few  cases  have 
pure  materials  been  available  for  the  investigators.  Frequently 
the  methods  of  measurement  are  open  to  objection  and  essential 
conditions  of  the  experiment  are  not  recorded.  For  example,  the 
amotmt  of  manganese  in  a  carbon  steel  may  be  undetermined  and 
the  heat  treatment  uncertain,  although  their  influence  is  com- 
parable in  magnitude  with  that  of  carbon.  However,  as  the  pur- 
pose of  this  paper  is  to  show  that  changes  in  conditions  produce 
corresponding  changes  in  both  the  magnetic  and  the  mechanical 
properties,  uncertainties  in  the  absolute  values  will  hot  vitiate 
then-  usefulness  for  this  purpose. 

There  are  at  least  three  phases  of  this  subject  that  warrant 
consideration.  Of  first  importance  is  the  comparison  of  the  mag- 
netic properties  with  the  other  physical  properties  of  the  material. 
If  it  can  be  shown  that  every  variation  in  composition  and  method 
of  preparation  brings  with  it  a  corresponding  variation  in  mag- 
netic characteristics,  and,  fiuther,  that  variations  in  magnetic  con- 
ditions are  always  accompanied  by  other  physical  variations,  then 
it  is  obvious  that  the  general  ph)rsical  characteristics  may  be 
defined  in  terms  of  the  magnetic  constants.  Whether  such  a  pro- 
cedure is  feasible  depends  upon  the  fullness  of  our  knowledge  of 
the  simultaneous  magnetic  and  mechanical  data  and  also  upon  the 
facility  with  which  the  necessary  magnetic  data  are  obtainable. 

A  second  important  phase  of  this  subject  is  the  variation  in 
magnetic  behavior  as  the  test  piece  is  subjected  to  the  influence 
of  stress.  The  correlation  here  is  so  close  that  the  strains  set  up 
in  a  stressed  bar  are  accompanied  by  simultaneous  variations  in 
the  magnetic  behavior  which  change  in  character  as  the  magnitude 
of  the  strain  with  respect  to  the  elastic  limit  changes. 

Finally,  mechanical  inhomogeneities  of  whatever  origin  are 
mirrored  by  corresponding  magnetic  inhomogeneities.  A  mag- 
netic test  may  therefore  be  of  assistance  in  detecting  flaws  in 
material  where  the  vital  characteristic  is  reliability. 
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n.  RELATION  OF  THE  MAGNETIC  TO  THE  OTHER  CHARAC- 
TERISTICS OF  STEEL 

A  number  of  experiments  have  been  made  which  show  a  rather 
close  connection  between  the  magnetic  characteristics  and  the 
chemical  constitution.  The  following  four  curves  are  taken  from 
the  data  of  Gumlich:* 


! 


Fig.  I. — Showing  the  variaiion  of  permeability 
with  induction  for  steels  of  different  carbon 
content 

P^'  I  shows  how  the  permeability  varies  throughout  the  course 
^  the  magnetization  curve  for  different  carbon  content.  This 
and  other  experimental  work  indicate  that  for  a  complete  series 
of  ^on^^jj^^  allovs.  with  no  other  differences  than  their  carbon 
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Fig.  2  shows  the  connection  between  the  saturation  values  of 
magnetic  induction  (that  is,  the  maximum  values  of  B-H)  and 
the  carbon  content.  Pure  iron  has  the  highest  saturation  value 
for  the  series.  An  addition  of  carbon  causes  a  decrease  in  the 
magnetization  at  a  rate  almost  proportional  to  the  amount  of 
carbon  added.  This  simple  relation  between  the  saturation  value 
and  the  carbon  content  holds  for  any  particular  heat  treatment. 
For  different  heat  treatments,  however,  the  saturation  value 
changes  with  the  carbon  content  at  different  rates.    A  comparison 
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Fio.  2 . — Showing  the  magnetic  saturaUon  values 
of  steels  of  different  carbon  contention  the  an- 
nealed and  in  the  quenched  conditions 

of  the  two  curves  shows  that  the  reduction  due  to  the  presence  of 
carbon  is  less  for  the  annealed  than  for  the  quenched. 

Fig.  3  shows  the  influence*  of  carbon  on  the  coercive  force. 
Annealed  steel  has  a  coercive  force  which  increases  linearly  with 
increase  in  carbon  iintil  an  approximately  eutectic  alloy  is  reached. 

For  higher  carbon  contents  the  coercive  force  still  increases 
linearly  but  at  a  decreased  rate.  Steel  quenched  at  8oo^  C.  shows 
a  linear  increase  in  coercive  force  for  the  hypoeutectic  alloys  and 
constant  coercive  force  for  the  hypereutectics.  Quenching  at 
higher  temperatures  results  in  more  complex  relations. 
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Other  elements  than  carbon  will  reduce  the  saturation  value. 
Fig.  4  shows  the  rate  of  reduction  of  the  saturation  value  for 
various  additions  of  silicon.  Here  also  the  relation  between  the 
reduction  in  the  saturation  value  and  the  percentage  of  alloyed 
element  is  nearly  linear. 

Waggoner*  shows  that  magnetic  hysteresis  and  the  maximtmi 
strength  of  steels  vary  in  the  same  way  with  changing  carbon 


Fig.  3. — Showing  the  variation  of  coercive  force 
wilh  carbon  content  for  different  heat  treatments 

content.  The  characteristic  curves  of  magnetic  and  elastic 
hysteresis  show  a  marked  similarity  of  shape.  A  comparison  of 
the  curve  showing  the  relation  of  elongation  imder  stress  (or 
ductility)  to  the  carbon  content  with  the  corresponding  curve  of 
magnetization  and  carbon  content  shows  a  striking  similarity, 
indicating  that  the  ductility  of  these  alloys  and  their  intensity  of 
magnetization  are  affected  in  the  same  way  by  the  chemical  com- 

^Waggoner,  "  A  relataan  between  the  magnetic  and  the  elastic  properties  of  a  terics  of  tmhardened  iroii- 
carfooo  alloys,"  Phys.  Rev.,  K,  pp.  59-65;  191a. 
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position.  The  maximtim  susceptibility-carbon  curve  is  also  similar 
to  the  curve  of  ductility-carbon — ^that  is,  the  maximtim  suscep- 
tibility decreases  with  increasing  carbon  xmtil  the  eutectic  is 
reached  and  then  again  increases  with  increase  in  carbon  content; 
Mars  •  shows  that  for  a  series  of  iron-carbon  alloys  there  is  a 
definite  relation  between  the  Brinell  hardness  and  the  residual 
induction  as  shown  in  Fig.  5. 
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Fio.  4. — Showing  the  variation  of  the  magnetic 
saturation  value  with  percentage  of  eiUcon  in 
ironrsilicon  alloys 

Goerens  *  has  shown  the  changes  which  the  magnetic  charac- 
teristics of  a  cold-worked  steel  undergo  after  various  annealings. 
This  steel  was  cold-drawn  in  five  steps  from  an  initial  diameter 
of  7  mm  to  a  final  diameter  of  2.7  mm.    Fig.  6  shows  the  varia- 


Digitized  by 


Google 


Magnetic  and  Mechanical  Properties  of  Steel 

MO 


179 


.«    3    10  /.2   A4  /.* 

Carbon  7o 

Flo.  5. — Showing  how  th*  nttchanical  hardtms  and 
tht  utidnal  induction  vary  with  carbon  cont€nt 


I 


Digitized  by 


Google 


i8o 


Bulletin  of  the  Bureau  of  Standards 


[VoLts 


a  sharp  maximum  at  500*^.  The  curves  for  coercive  force  and  h3^s- 
teresis  show  steady  decreases  with  increase  of  annealing  tempera- 
ture. In  general,  the  magnetic  characteristics  respbnd  to  the  an- 
nealing process  in  just  as  definite  a  manner  as  do  the  mechanical 
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Fig.  7. — Showing  the  effect  of  the  annealing  temr 
perature  on  the  mechanical  properties  of  a  ffi#- 
^hanically  hardened  steel 

properties.     In  fact,  it  would  be  easier  to  deduce  the  heat  treat- 
ment from  the  magnetic  data  than  from  the  mechanical. 

Fig.  8  may  be  considered  as  typical  of  the  magnetic  behavior  of 
many  alloy  steels.  The  usual  effect  of  quenching  is  to  lower  the 
induction  curve.     Subsequent  drawing  raises  the  curve  again. 
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This  improvement  in  the  permfeability  increases  with  increase  in 
drawing  temperatm^  up  to  a  certain  maximum  when  the  curve 
occupies  approximately  the  position  of  curve  C  Higher  draw- 
ing temperattires  cause  a  reduction  in  the  permeability  and  the 
curve  approaches  approximately  the  position  of  the  annealed 
material. 

Each  curve  corresponds  to  a  given  heat  treatment  and  also  to 
rather  definite  mechanical  properties.    The  material  of  curve  B  is 
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Fig.  8. — Characierisiic  induction  curves  of  an  alloy  sUel 
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SO  brittle  that  it  is  not  usable,  while  that  of  curve  A  has  a  large 
angle  of  cold  bend,  but  does  not  possess  sufficient  strength.  The 
material  of  ciui^e  C  has  an  ultimate  strength  several  times  that  of 
curve  A,  accompanied  by  a  fair  degree  of  toughness.  Not  only 
do  the  normal  induction  curves  show  the  characteristic  effects  of 
heat  treatment,  but  also  the  residual  inductions  and  the  coercive 
forces  after  a  magnetizing  force  of  150  gausses  show  such  effects. 
It  is  possible  to  obtain  a  quenched  and  drawn  steel  whose  induc- 
tion curve  approaches  closely  the  position  of  the  annealed  curve. 
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However,  two  such  steels  would  be  at  once  diflferentiated  by  their 
diflferences  m  residual  induction  and  coercive  force. 

Fig.  9  shows  a  set  of  characteristic  curves  for  a  spring  steel  of 
approximately  i  per  cent  carbon.  Here,  as  in  the  case  of  the 
alloy  steel,  a  high  ultimate  strength,  coupled  with  a  fair  degree  of 
toughness,  is  characteristic  of  those  ctirves  of  Figs.  8  and  9  which 
are  steep  and  of  relatively  high  permeability. 


1 

Fio.  9. — Ch€tracUristic  curves  of  a  carbon  sUel 

Fig.  10  shows  the  magnetic  characteristics  of  a  low-carbon  steel 
after  various  forms  of  heat  and  mechanical  treatment.  The  simi- 
larity between  the  hardening  effects  of  cold  working  and  of  quench- 
ing is  shown  by  the  similarity  of  the  magnetic  curves. 

IIL  MAGNETIC  BEHAVIOR  OF  STEEL  UNDER  THE  INFLU- 
ENCE OF  MECHANICAL  STRESS 

1.  R&SUMfi  OF  EARLY  WORK 

Matteud  in  1847  noticed  that  the  magnetization  of  a  permanent 
magnet  was  increased  when  the  bar  was  subjected  to  tension. 

Villari  showed  in  1868  that  the  permeability  of  a  bar  of  steel 
was  altered  when  the  specimen  was  subjected  to  t^ision.    For 
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low  inductions  this  change  is  an  increase  in  permeability,  while 
for  high  inductions  it  is  a  decrease.  The  value  of  the  induction 
at  which  tension  does  not  alter  the  permeability  is  the  "Villari 
reversal  point."  The  permeability  is  modified  by  tension  whether 
the  tension  is  applied  first  and  then  the  magnetizing  force  or  vice 
versa.  The  effect  is  noticeable  even  after  the  tension  has  been 
applied  and  removed  before  the  magnetizing  force  is  applied. 
The  effects  of  tension  in  these  three  cases  differ  in  magnitude 
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Fig.  10. — Normal  induction  of  a  low  carbon 
steel  under  different  conditions 

rather  than  in  nature.  The  effect  is  present  whether  a  constant 
tension  is  applied  while  the  magnetizing  force  is  varied  or  a  vary- 
ing tension  is  applied  to  a  specimen  under  a  constant  magnetiz- 
ing force. 

There  is  a  certain  value  of  the  tension  for  which  the  induction 
is  a  maximum  for  a  given  field.  The  tension  at  which  the  induc- 
tion is  a  maximum  for  a  given  field  decreases  with  increase  in 
field.  In  very  strong  fields  this  maximtun  may  even  disappear, 
so  that  the  effect  of  any  tension  is  to  diminish  the  induction.     On 
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the  other  hand,  in  very  weak  fields  the  induction  may  increase 
with  increase  in  tension  for  all  stresses  within  the  elastic  limit. 

All  these  effects  are  complicated  by  the  phenomena  of  hjrsteresis 
and  the  initial  changes  are  different  from  those  that  occur  after 
the  cycle  of  changes  has  been  passed  through  several  times. 

J.  J.  Thomson,  by  a  course  of  dynamieal  reasoning,  has  shown 
that  there  is  a  reciprocal  relation  between  the  changes  in  dimen- 
sions produced  on  magnetization  and  the  changes  in  magnetiza- 
tion produced  by  mechanical  strain.     From  this  theoretical  con- 


Fio.  II 


sideration  it  is  possible  to  foretell  one  set  of  phenomena  from  the 
data  on  the  other.  Both  sets  of  phenomena  have  been  carefully 
investigated  and  the  reciprocal  relation  verified  experimentally. 


2.  FOR  STRESSES  BELOW  THE  ELASTIC  LimT 
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In  this  investigation  the  materials  studied  were  rail  steel,  mild 
steel,  and  silicon  steel  such  as  used  in  transformer  plate.  Test 
samples  60  cm  long  and  i  cm  in  diameter  were  subjected  to 
various  tensions  and  compressions  and  the  magnetic  induction 
ctu-ves  simultaneously  determined  by  the  Burrows  method. 

If  a  low  magnetizing  force  is  applied  to  a  rod  under  compression 
with  a  successively  decreasing  load,  the  permeability  gradually 
increases  with  a  steady  decrease  in  this  rate  of  increase  as  zero 
load  is  approached.     If  tension  is  applied,  the  permeability  still 
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increases  at  a  diminishing  rate  until  a  certain  value  of  load  is 
reached  at  which  the  increase  ceases.  For  larger  loads  the  per- 
meability becomes  smaller  as  more  tension  is  applied.  The  change 
in  rate  seems  nearly  constant  and  in  the  same  direction  throughout. 
In  all  the  samples  the  Villari  reversal  was  found  for  tension,  but 
not  in  all  cases  for  compression,  although  the  form  of  the  curve 
indicated  that  at  higher  inductions  the  reversal  might  be  expected 
for  compression  also.  The  effect  of  compression  was  to  decrease 
the  permeability  at  low  values  of  H  and  to  increase  it  at  high 
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values  of  H,  but  in  much  greater  degree  than  the  corresponding 
changes  due  to  tension.  The  stresses  ranged  from  a  tension  of 
2500  kg  per  square  centimeter  to  a  compression  of  1000  kg  per 
square  centimeter. 

Magnetizing  forces  from  30  to  55  gausses  were  used.  The  great- 
est change  in  permeability  was  found  in  wrought  iron,  which  showed 
at  a  magnetizing  force  of  15  a  decrease  from  14  200  gausses  to 
8600  gausses  under  a  compression  of  1000  kg  per  square  centi- 
meter. 


Fig.  13 


The  complicated  maimer  in  which  the  magnetic  induction  varies 
with  the  tension  for  different  magnetizing  forces  is  brought  out 
in  Figs.  17,  18,  and  19.*  Fig.  17  shows  that  for  moderate  values 
of  the  magnetizing  force  the  induction  is  always  increased  by  the 
application  of  a  small  tensile  load  and  decreased  by  a,  large  loacL 
The  intermediate  load,  whirh  nrodnres  a  maximum  induction  foT- 
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ing  forces  and  decreases  as  the  magnetizing  force  increases,  as 
shown  in  Fig.  18.  The  numerical  value  of  the  maximum  increase 
produced  by  tension  varies  through  wide  limits,  as  shown  by  Fig.  19. 

Fig.  20^  shows  the  hysteresis  in  the  magnetic  induction  when 
the  tension  is  varied  in  a  cyclic  manner.  It  also  shows  the  dif- 
ference between  the  variation  of  magnetic  induction  when  the 
load  is  first  applied  and  that  which  occurs  in  succeeding  cycles. 

Fig.  21  presents  in  a  slightly  different  form  this  same  magnetic 
hysteresis  after  a  change  in  tension.  The  magnetic  effect  of  any 
mechanical  stress  depends  not  only  upon  the  existing  stress  but 
also  upon  the  previous  stresses  which  have  been  impressed  upon 
the  specimen.  Work  done  by  the  author  tends  to  show  that  this 
aftereffect  of  a  given  load  is  reduced,  if  not  completely  obliter- 


I 


ated,  with  the  lapse  of  time.  Merica  shows  that  if  the  elastic  limit 
has  not  been  passed  the  magnetic  effect  of  any  stress  may  be 
wiped  out  by  demagnetization. 

In  the  experiment,  the  results  of  which  are  shown  in  Fig.  22, 
the  test  piece  was  strained  beyond  the  elastic  limit.  At  several 
stages  the  load  was  held  constant  while  the  bar  was  demagnetized 
and  its  induction  determined.  The  hysteresis  in  both  the  mag- 
netic and  mechanical  properties  is  worthy  of  note.  For  stresses 
within  the  elastic  limit  neither  mechanical  nor  magnetic  curve 
shows  any  hysteresis.     We  must  not  confuse  the  orocedtu-e  of  this 
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3.  FOR  STRESSES  GREATER  THAU  THE  ELASTIC  LIMIT 

The  magnetic  behavior  of  a  bar  under  tension  is  altered  by 
stressing  beyond  the  elastic  limit.  The  influence  of  stretching  is 
shown  in  Fig.  23,  where  it  is  evident  that  both  the  contour  and  mag- 
nitudes of  the  curves  are  changed.  Fig.  24  shows  how  the  tension 
required  to  give  the  maximum  induction  for  a  given  magnetizing 
force  varies  with  the  elastic  limits  which  have  resulted  from  pre- 
vious stretching.  The  curve  for  the  upper  magnetizing  force  is 
so  nearly  a  straight  line  that  it  is  possible  to  determine  intermedi- 
ate elastic  limits  from  the  magnetic  data. 


Fig.  is 

Fig.  25  shows  the  manner  in  which  the  magnetic  flux-decreases 
during  the  elongation  of  the  bar.  The  decrease  in  flux  is  not  pro- 
portional to  the  elongation,  so  that  it  is  evident  that  there  is  some 
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instance,  shows  an  increased  magnetic  induction  under  compres- 
sion and  a  decreased  induction  imder  tension,  while  iron  shows 
the  reverse.  Fig.  26  gives  some  idea  of  the  magnitude  of  these 
magnetic  changes  in  nickel. 

Fig.  27  shows  the  variation  in  induction  with  increase  of  tension 
for  a  sample  of  nickel  steel.  The  change  in  induction  as  the 
tension  reaches  the  elastic  limit  is  very  marked,  both  in  the 
annealed  and  the  stretched  condition. 
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A  general  view  of  the  effect  that  tension  below  the  elastic  limit 
will  have  on  a  given  material  is  obtained  by  a  consideration  of 
the  curves  of  magnetostriction,"  Fig.  28.  If  a  material  shows 
dcmgation  for  a  given  field,  it  also  shows  increased  induction 
under  tension,  and  vice  versa,  for  the  same  field. 

(a)  Experiments  of  Fraichet.*— M e/*od.— The  bar  under  test 
Js  placed    in   a   tensile   testing    machine    and    the    jaws    sepa- 
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the  test  bar  carries  the  magnetizing  current.  A  small  test  coil 
also  snrromicling  the  test  specimen  is  connected  to  a  suitable 
galvanometer.  This  test  coil  is  linked  with  the  flux  in  the  bar 
tmder  tension  and  any  change  in  this  flux  gives  rise  to  a  correspond- 
ing emf  which  is  indicated  by  the  deflection  of  the  galvanometer. 
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Fig.  17. — Showing  the  effect  of  tension  on  the  mag' 
netization  under  different  field  strengths 

Causes  of  flux  variation, — ^The  flux  may  vary  from  any  or  all  of 
three  causes:  (i)  The  reluctance  of  the  joints  and  parts  of  the 
magnetic  circuit  other  than  the  specimen  may  change;  such 
variations  occur  when  the  tension  is  first  applied  but  die  out  as 
soon  as  the  grips  of  the  machine  make  good  contact  with  the 
specimen*,  (2)  the  reluctance  will  decrease  as  the  continued  ap- 
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Fio.  z8. — Showing  the  tension  required  to  pro- 
duce the  maximum  induction  for  a  given  field 
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Fig.  20. — Showing  the  changes  in  mag- 
netic induction  due  to  the  loading  and 
unloading  of  a  bar  under  a  constant 
magnetizing  force 
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plication  of  tension  causes  the  bar  to  decrease  in  cross  section; 
(3)  changes  in  the  molecular  structure  of  the  metal  due  to  the 
cold  working  will  probably  cause  changes  in  reluctance.    Changes 


Fig.  21. — Showing  the  effect  on  the  magnetic  induction  due  to 
loads  which  have  been  applied  and  removed  before  the  magnet- 
izing force  is  applied 
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Fio.  22. — ShoTving  hysteresis  in  the  magnetic  and  the 
mechanical  properties  of  a  steel  under  a  changing 
tevHle  force  whose  maximum  exceeds  the  elastic 
limit 

in  the  cross  section  will  be  manifested  by  gradual  changes  in 
reluctance,  while  changes  in  the  structiure  will  take  place  more 
or  less  suddenly. 
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In  Fig.  29  the  variation  of  magnetic  flux  is  plotted  against  the 
time  since  the  tension  machine  was  started.  Curve  //,  which 
may  be  taken  as  a  tjrpical  ctu^e  of  this  type,  shows  several  well- 
defined  regions.  The  initial  deflection  of  the  galvanometer  is 
positive  and  may  be  accounted  for  by  improvement  in  joint 
contacts  and  the  well-known  increase  in  permeability  due  to 
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Fig.  23. — Showing  now  the  effect  of  tension  on  the 
magnetic  properties  is  modified  by  cold  working 

tension.  This  region  is  of  no  particular  importance  in  the  present 
series  of  experiments  and  may  exhibit  many  apparent  irreg- 
ularities. The  second  region  is  one  indicating  a  decreasing  flux 
and  ends  with  the  point  of  maximiun  rate  of  decrease.  This 
point  corresponds  to  the  limit  of  proportionality  between  stress 
and  strain.  This  is  the  true  elastic  limit  which  we  may  define 
as  the  maximum  load  whose  momentary  application  produces  no 
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marked  modification  in  dimensions  of  the  bar  nor  in  physical  or 
chemical  properties  of  the  metal 

The  third  region  is  one  of  more  or  less  violent  vibrations  of  the 
galvanometer.  These  magnetic  disturbances  begin  at  the  yield 
point  of  the  metal,  which  is  spoken  of  as  the  **  apparent  elastic 
limit."  The  fomth,  or  plastic  region,  is  one  of  gradual  decreasing 
galvanometer  deflections  terminated  by  a  sudden  but  slight  drop 
at  the  commencement  of  strictiu-e.  The  last  region  shows  a 
rapidly  increasing  reluctance,  and  terminates  at  rupture. 


Fig.  24. — Showing  how  the  elastic  limit  of  a  series  of 
cold-forked  steels  varies  with  the  stress  required  to 
give  mctximum  induction  for  a  given  field 

The  Other  curves  of  Fig.  29  show  that  the  nature  of  these  main 
characteristics  is  not  altered  by  the  value  of  the  magnetizing  ciu-- 
rent  employed.     Fig.  30  shows  the  change  in  tension  with  time. 

If  in  the  initial  bar  the  hardness  of  the  volume  elements  varies 
continuously  from  one  part  of  the  bar  to  another,  the  molecular 
transformation  of  the  same  elements  takes  place  in  a  continuous 
manner.  This  is  what  we  observe  in  a  quenched  bar.  The  struc- 
ture of  the  metal  varies  continuously.  The  galvanometer  deflec- 
tion at  first  increases,  passes  through  a  maximum  corresponding 
to  the  true  elastic  limit,  and  finally  decreases  with  a  regularity 
dependent  upon  the  initial  homogeneity. 

If  the  distribution  of  hardness  is  discontinuous  the  molecular 
transformation  of  the  bar  will  be  equally  discontinuous,  as  indi- 
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cated  by  the  variations  in  the  galvanometer  deflections  after  the 

limit  of  true  elasticity  is  reached.    We  observe  these  phenomena 

in  bars  of  soft  iron  or  annealed  steel. 

An  annealed  bar  is  therefore  conq>osed 

of  elements  of  varying  hardness.    Cold 

working  reduces  the  number  of  these 

groups,  and  consequently  produces  an 

elevation   of    the    true    elastic    limit. 

Quenching  gives  the  same  hardness  to 

all    those    elements    situated    on   the 

same  concentric   layer.     A    quenched 

bar  is   therefore   composed  of    layers 

having  a  hardness  decreasing  from  the 

outside  inward. 

When  the  hardest  elements  have 
been  transformed  by  the  cold  working, 
the  flux  varies  only  as  a  result  of  change 
in  dimensions.  The  elements  glide  one 
over  the  other.  The  specific  load  cor- 
responding to  the  commencement  of 
the  plastic  period  is  easily  measured, 
and  in  the  opinion  of  Fraichet  may 
characterize  completely  the  material. 

Cold  working  acts  on  all  the  elements 
of  voliune  and  renders  the  bar  homoge- 
neous, and  consequently  the  true  elastic 
limit  approaches  the  plastic  load,  which, 
in  tiun,  approaches  the  ultimate.  The 
effect  of  cold  working  is  shown  in  Fig.  31 
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Fio.  25. — Showing  the  decrease  in 
magnetic  induction  correspond- 
ing to  a  given  magnetizing 
force  when  the  test  specimen  is 
stretched  beyond  the  elastic  limit 


On  the  first  loading  we 
pass  the  true  elastic  limit  below  4800  and  at  4800  the  metal  is 
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Fio.  27. — Showing  the  variation  of  magnetic  induction 
with  tension  for  nickel  steel 


Fig.  28. — Magnetostriction  curves 
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moving  the  load  again  and  reapplying  it  results  in  a  true  elastic 
limit  of  4850,  followed  immediately  by  the  plastic  yield  and  final 
rupture.     In  other  words,  the  bar  is  homogeneous. 


Fig.  29. — Showing  magnetic  changes  in  a  bar  loaded  to  the  point 
of  rupture 

Fig.  32  shows  characteristic  magnetic  curves  for  test  bars  of  the 
same  composition,  but  of  different  heat  treatments. 

The  true  elastic  limit  is  easily  determined  by  this  magnetic 
method,  and  corresponds  to  a  critical  point  of  molecular  equilib- 


Fio.  30. — Showing  the  changes  in  tension  and 
in  the  magnetic  properties  when  the  tensile 
machine  motor  is  driven  uniformly 
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Fraichet*®,  elsewhere  in  a  paper  on  '*  Sudden  variations  in 
reluctance  of  a  magnetized  steel  bar  submitted  to  fracture  as 
related  to  Luder*s  lines,"  notes  the  appearance  of  lines  on  the 
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Fig.  31. — Showing  how  the  cold  working  of  successive  loadings 
beyond  the  elastic  limit  changes  the  magnetic  and  mechanical 
properties 
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Fig.  32. — Showing  how  the  magnetic  changes  in  a 
bar  subjected  to  tension  up  to  the  point  of  rup- 
ture depend  upon  the  previous  heat  treatment 

surface  of  a  test  bar  of  steel  imder  a  tensile  force  which  corre- 
spond exactly  with  a  sudden  variation  in  the  magnetic  reluctance 
of  the  bar.     It  seems  highly  probable  that  the  same  cause  gives 

"  Fraidiet:  C.  R..  188.  pp.  355-356;  X904. 


Digitized  by 


Google 


Burrows]  Moguetic  and  Mechanical  Properties  of  Steel 


199 


rise  to  both  these  phenomena.  Whenever  the  formation  of  fresh 
lines  is  observed  the  variation  in  reluctance  is  discontinuous,  while 
no  new  lines  are  formed  as  long  as  the  variation  in  reluctance  is 
not  abrupt. 
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Fig.  33. — Shonfinj  iht  magnetic  induction  under  load  and  after  the  removal 

of  lead 

In  Fig.  33  curve  A  shows  the  variations  in  magnetic  induction 
of  a  bar  of  machinery  steel  under  various  loads  in  tension.  The 
induction  increases  with  initial  load  up  to  a  maximum  and  then 


Fig.  34. — Showing  the  variations  in  induction  for  different  parts  of 
a  bar  during  tension 

decreases.  At  a  load  which  corresponds  roughly  to  the  elastic 
limit  ^e  induction  decreases  abruptly.  Curve  B  shows  the  in- 
ductions obtained  after  the  loads  indicated  by  the  abscissae  have 
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been  applied  and  removed.  This  curve  is  almost  a  straight  line 
throughout  the  greater  part  of  its  length  and  falls  off  abruptly 
as  the  elastic  limit  is  reached. 

Fig.  34  shows  curves  of  induction  imder  load  in  which  the  varia- 
tion in  the  induction  over  three  sections  of  the  bar  lo  cm  apart 
were  determined.  The  break  occiured  over  the  section  95,  which, 
although  it  had  the  greatest  induction  for  initial  loads,  showed 
the  lowest  induction  at  loads  approximately  the  breaking  strength. 
As  the  material  began  to  yield,  the  load  was  decreased  slightly, 
with  a  corresponding  rise  of  induction  as  shown.  If  we  assume 
that  initially  the  greater  part  of  the  material  at  section  95  was 
under  some  internal  tensile  strain,  we  have  at  once  the  explana- 
tion of  the  higher  initial  induction  and  the  lower  final  induction, 
together  with  the  ruptiu-e  at  this  section. 

IV.  INHOMOGENEITIES  AND  FLAWS 

When  a  bar  of  steel  is  placed  in  a  magnetic  field  the  magnitude 
of  the  induction  and  other  magnetic  phenomena  is  determined 


Pmaifi^  4tlom  Uhttk  of  ro4 

Fig.  35. — Showing  irregularities  in  distribution  of 
flux  in  a  rod  which  has  been  rendered  nonhomo^ 
geneous  by  stamping  numbers  as  indicated  by 
the  arrows 

by  the  natiu-e  and  amount  of  material  present.  From  this  it 
follows  that  if  a  magnetic  exploration  is  made  along  the  length  of 
a  bar,  magnetic  variations  may  be  expected  in  nonhomogeneous 
material.    The  following  experiments  bear  this  out. 

In  Fig.  35"  is  shown  the  variations  in  magnetic  induction  in  a 
bar  which  forms  one  side  of  a  rectangular  magnetic  circuit  and  is 
magnetized  by  a  surroimding  solenoid.  The  upper  curve  shows 
the  normal  variation  of  flux  in  a  bar  which  is  approximately  uni- 

"  Burrows,  Bull.  Bureau  of  Stendards.  6,  p.  6a,  1909  (Reprint  No.  1x7). 
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form.     The  lower  curve  shows  the  variation  of  flux  in  the  same' 
bar  after  a  single  number  has  been  stamped  on  the  bar  at  each  of 
the  points  indicated  by  the  arrows.     The  magnetic  changes  pro- 
duced by  the  stampings  are  evidenced  by  a  decided  reduction  in 
the  induction  at  these  points. 

Fig.  36^^  shows  the  variation  in  permeability  along  the  lengths 
of  each  of  two  bars  both  before  they  have  been  distorted  (dotted 
lines)  and  after  they  have  been  bent  through  a  given  angle  and 
then  restraightened  (solid  lines).  After  this  last  operation  each 
bar  was  broken  in  a  tensile  testing  machine.  The  permeability 
shows  a  remarkable  change  due  to  the  bending.     In  the  imme- 
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Fig.  36. — Flux  distribution  of  a  bar  before  and  <rfter  bending  and 
restraighiening 

diate  neighborhood  of  the  bend  there  is  a  region  of  increased  per- 
meability and  close  to  it  a  region  of  decreased  permeability.  In 
each  case  the  rod  broke  in  the  region  of  maximum  permeability. 
In  this  connection  we  may  refer  back  to  Fig.  34,  where,  it  was 
noted,  the  break  occurred  over  the  section  which  had  initially  a 
maximum  permeability. 

The  magnetic  homogeneity  of  a  bar  may  be  investigated  in 
terms  of  the  flux  distribution  when  placed  in  a  magnetic  field. 
With  a  sinrie  stationary  coil  one  mav  measure  the  total  flux. 
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measured.  With  two  opposing  and  movable  test  coils  the  varia- 
tion in  leakage  may  be  measured.  Mr.  Sanford,  of  the  magnetic 
section  of  the  Bureau  of  Standards,  has  perfected  the  details  of 
this  last  method  of  examination  and  the  author  is  indebted  to  him 
for  the  following  curves  showing  certain  characteristic  conditions. 
In  Fig.  37  are  plotted  the  observations  on  seven  bars  which  were 
originally  homogeneous  as  shown  by  a  preliminary  examination 
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Fig.  37. — Mechanical  inhomogeneiiies  as  shown  by  variations  in 
the  rate  of  change  of  leakage 

and  were  later  rendered  inhomogeneous  in  the  manner  indicated. 
Ciuve  A  is  the  record  of  a  uniform  rod  and  is  similar  to  the  records 
of  the  other  rods  before  modification.  The  criterion  of  a  imiform 
rod  is  an  approximately  straight  line.  An  upward  projection 
indicates  a  magnetically  hard  spot  and  a  downward  projection 
indicates  a  soft  spot.  The  sharp  upward  projection  of  B  is  due  to  a 
saw  slot  3  mm  deep  in  a  rod  of  1 2 . 7  mm  diameter.     Rod  C  was  bent 
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through  an  angle  of  10°  and  straightened,  while  D  was  repeatedly 
compressed  between  the  jaws  of  a  small  clamp  operated  by  a  thimib- 
screw.  In  each  of  the  cases  the  magnetic  inhomogeneity  is  similar 
to  that  caused  by  the  saw  slot.  In  C  the  bar  was  heated  by  a  small 
flame  and  cooled  in  air.  The  resulting  softness  is  apparent  from 
the  downward  projection  of  the  curve.  F  was  heated  over  a 
greater  length  and  quenched.  The  resultant  hardness  extends 
over  a  greater  length,  as  might  be  expected.  G  is  a  bar  which 
was  cut  in  half  and  put  together  with  a  threaded  joint  and  carefully 
finished  stufaces,  so  that  it  presented  the  appearance  of  a  contin- 
uous bar.     The  projection  due  to  this  treatment  is  striking. 
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Fig.  38. — Showing  the  effect  of  bending  and  restratghtening  and  of 
annealing  on  the  magnetic  homogeneity  along  the  length  of  a  bar 

In  Fig.  38  records  are  made  of  a  bar  as  received,  after  bending 
and  restraightening,  and  after  annealing.  It  is  to  be  noted  that 
the  cold  bending  produces  a  marked  inhomogeneity  which  is 
entirely  removed  by  subsequent  annealing. 

Such  tests  as  these  which  indicate  the  presence  of  mechanical 
strains,  coupled  with  the  fact  that  such  strains  may  be  relieved  by 
heating  to  a  temperature  below  which  structiual  changes  occur, 
open  up  a  wide  field  of  possible  applications. 

1.  mHOMOGSNBITIBS  IN  STEEL  RAILS 

At  the  present  time  the  author  is  carrying  on  an  investigation 
of  the  magnetic  inhomogeneities  along  the  length  of  steel  rails. 

The  rail  to  be  examined  and  a  similar  rail  are  placed  side  by  side. 
The  rail  imder  test  is  surroimded  by  a  narrow  test  coil  which  is  in 
electrical  connection  with  a  galvanometer.  Stirrounding the  rail  for 
some  distance  on  each  side  of  the  test  coil  are  two  magnetizing  sole- 
noids.   Opposite  these  two  solenoids  and  sturoimding  the  auxiliary 
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rail  are  two  similar  solenoids.  The  test  coil  and  solenoids  are  rigidly 
connected  together  and  mounted  on  a  carriage  which  is  free  to 
travel  along  the  test  rail  and  its  companion  rail.  Pig.  39  is  a 
photograph  of  a  pair  of  rails  with  the  coils  in  place.  Underneath 
the  carriage  is  shown  the  electric  motor  which  drives  the  apparatus 
along  the  length  of  the  rails. 

Any  change  in  the  magnetic  induction  in  the  test  rails  manifests 
itself  by  a  deflection  of  the  galvanometer  coil.  The  position  of 
the  galvanometer  coil  is  recorded  by  means  of  a  spot  of  light 
reflected  onto  a  photographic  film.  In  order  to  make  a  contin- 
uous record  the  film  is  driven  at  a  uniform  rate  by  an  electric 
motor.  The  galvanometer  and  recording  apparatus  are  shown 
in  Fig;  40.  A  great  many  modifications  of  the  method  of  ex- 
ploration were  made.  Some  of  the  records,  for  example,  were 
taken  with  one  test  coil  siurounding  each  rail  and  coupled  so 
that  the  emfs  generated  opposed  each  other. 

To  explore  the  length  of  a  rail  the  current  in  the  magnetizing 
solenoid  is  adjusted  and  the  electric  motors  driving  the  carriage 
and  the  film  started  simultaneously. 

In  this  preliminary  work  in  order  to  get  some  idea  of  the  im- 
portance of  the  magnetic  irregularities  observed  several  artifi- 
cial defects  were  made  in  some  ordinary  loo-poimd  rails  which 
happened  to  be  available.  These  rails  had  all  been  in  service 
and  had  been  submitted  to  the  biu^au  because  of  suspected 
imperfections.  In  general,  they  are  from  the  same  heat  as  other 
rails  which  have  caused  wrecks  or  otherwise  failed  in  service. 

In  order  to  simulate  the  effect  of  a  transverse  fissure  a  saw 
slot  I  nmi  wide  cutting  away  about  10  per  cent  of  the  section  of 
the  rail  was  made.  This  slot  was  filled  in  with  high  permea- 
bility transformer  iron  and  the  siuiace  thus  filled  in  was  smoothed 
down  with  a  file. 

Fig.  41  shows  the  magnetic  effect  of  the  saw  slot  very  clearly. 
In  a  later  test  of  this  same  saw  slot  without  the  soft  iron  filling 
the  galvanometer  deflection  was  so  violent  that  the  spot  of  light 
went  far  beyond  the  boimds  of  the  film.  In  either  case  the 
magnetic  test  shows  the  position  of  the  slot  within  i  cm.  On 
another  rail  a  similar  slot  was  cut  into  the  base  and  gave  a  record 
of  similar  characteristics. 

To  determine  whether  this  method  would  detect  a  flaw  in  the 
web  of  a  rail,  records  of  the  magnetic  condition  were  made  with 
holes  drilled  in  the  web.    The  effects  of  holes  of  various  sizes  are 
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Fig.  39. — Photograph  of  rail-exploring  apparatus 


Digitized  by 


Google 


Digitized  by 


Google 


Bwr<ms}  Mognctic  and  Mechanical  Properties  of  Steel 


205 


shown  in  Fig.  41.  It  is  quite  evident  that  such  a  defect  does 
make  itself  known  by  the  magnetic  exploration,  and  that  the 
magnetic  importance  is  proportional  to  the  size  of  the  hole. 

In  addition  to  the  effects  of  the  saw  slot  in  the  head  and  the 
holed  drilled  in  the  web,  several  other  observations  may  be  made 
on  Fig.  40.  The  fact  that  the  records  are  not  all  of  the  same 
length  is  due  to  slightly  different  rates  of  tra^l  of  the  car  in  the 


Fig.  41. — Photographic  record  of  inhomogeneities^in  a  standard  steel  rail  after  service, 
showing  the  effect  of  artificial  flaws 

various  cases.  The  breaks  in  the  curves  are  caused  by  shading 
the  recording  light  beam  at  intervals  corresponding  to  a  carriage 
travel  of  50  cm.  The  consistency  with  which  the  magnetic  record 
repeats  itself  is  quite  evident  from  an  examination.  All  the 
principal  characteristics  and  most  of  the  minor  details  of  one 
curve  are  reproduced  in  the  other  two.  The  marked  magnetic 
inhomogeneity  noticed  at  the  left  of  these  records  is  due  to  some 
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unknown  characteristic  of  this  region  of  the  rail  which,  as  yet, 
we  have  not  had  time  to  investigate. 

In  Fig.  42  of  another  rail  the  record  shows  a  wavy  form  of 
remarkable  uniformity.  It  appears  from  a  comparison  of  the 
magnetic  record  with  the  tie  marks  on  the  rail  that  there  is  a 
cycle  of  magnetic  variation  which  repeats  itself  at  distances 
equal  to  the  spacQ^  between  ties.  The  portion  of  the  rail  over 
the  tie  is  magnetically  harder  than  the  intermediate  portions. 
This  is  of  considerable  interest  because  of  the  fact  that  rail  failures 
occur  more  frequently  over  the  ties  than  in  the  interspaces.  The 
irregularity  in  the  middle  of  the  curve  is  worthy  of  comment. 
At  the  point  A  the  curve  shows  a  relative  hardening  instead  of 
the  maximimi  of  magnetic  softness  that  might  be  expected. 
The  rail  head  was  carefully  examined  in  this  region  and  was  found 


Fig.  42. — Photographic  record  of  a  standard  steel  rail  after  service ^  showing  the  effect  of 
tie  strains  and  local  hard  spots 

to  have  imbedded  in  it  a  ntunber  of  nodules  of  a  metal  of  finer 
texture  and  greater  hardness.  It  has  been  suggested  that  these 
may  be  small  fragments  from  the  rolls. 

Quite  an  ingenious  application  of  the  fact  that  mechanical 
inhomogeneities  are  accompanied  by  corresponding  magnetic 
variations  was  made  by  McCann  and  Colson"  in  1908. 

The  apparatus  consists  essentially  of  a  solenoid  surrounding 
the  mine  hoist  cable  to  be  tested  and  connected  in  series  with  a 
suitable  current  source  and  measuring  instrument.  Any  variation 
in  the  magnetic  constants  of  the  cable,  due  either  to  the  breaking 
of  individual  strands  or  hardening  caused  by  excessive  strains,  is 
indicated  as  soon  as  the  defective  portion  passes  through  the 
apparatus.  Suitable  recording  apparatus  is  provided  so  that  a 
test  of  the  entire  cable  is  made  every  time  the  car  travels  the 
lengfth  of  the  shaft. 

"  Western  Electrician.  43,  pp.  76-77;  1908. 
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V.  CONCLUSIONS 

The  experimental  evidence,  of  which  only  a  small  portion  has 
been  presented  in  this  paper,  seems  to  point  to  the  conclusion 
that  there  is  one  and  only  one  set  of  mechanical  characteristics 
corresponding  to  a  given  set  of  magnetic  characteristics,  and  con- 
versely there  is  one  and  only  one  set  of  magnetic  characteristics 
corresponding  to  a  given  set  of  mechanical  characteristics. 

Although  there  is  no  evidence  to  refute  the  preceding  rather 
broad  statement,  the  utility  of  this  generalization  is  decidedly 
limited  by  the  complexity  of  the  relations  due  to  the  large  number 
of  variables  and  the  lack  of  sufficient  quantitative  data.  Quan- 
titative data,  however,  are  gradually  being  obtained  by  the  author 
and  others  who  are  working  on  this  problem.  The  application 
of  the  magnetic  tests  is  further  limited  by  practical  difficulties  in 
testing  irregular  shapes.  Even  with  these  limitations,  magnetic 
testing  in  conjunction  with  mechanical  testing  may  be  expected 
to  be  of  considerable  value  in  determining  mechanical  properties. 

It  has  been  shown  that  magnetic  observations  taken  during  the 
course  of  a  tensile  test  indicate  the  time  when  the  true  elastic 
limit,  the  yield  point,  the  necking  down  point,  and  the  ultimate 
streng^  are  reached.  In  addition,  the  magnetic  data  give  some 
idea  of  the  imiformity  of  the  material. 

If  it  is  once  determined  what  treatment  is  requisite  for  a  given 
steel,  a  magnetic  test  may  be  used  to  determine  whether  or  not 
the  material  has  been  brought  into  the  desired  condition. 

It  is  quite  possible  that  the  magnetic  data  may  be  used  to 
define  a  bar  of  steel.  In  no  other  manner  than  by  a  magnetic 
examination  is  it  possible  without  doing  violence  to  the  specimens 
to  determine  whether  two  steel  bars  are  identical  in  properties. 

A  determination  of  the  magnetic  imiformity  of  a  piece  of  steel 
may  be  used  as  an  index  of  the  mechanical  homogeneity. 

A  magnetic  test  indicates  the  character  of  the  entire  cross  sec- 
tion of  the  metal,  rather  than  merely  a  surface  phenomenon,  as  in 
the  case  of  certain  hardness  tests. 

Notwithstanding  the  possibilities  of  the  magnetic  test,  it  must 
be  remembered  that  at  present  they  are  possibilities  only.  Before 
the  magnetic  characteristics  can  be  of  much  practical  importance 
a  great  deal  of  investigation  is  necessary  and  a  large  niunber  of 
accurate  measurements  on  specimens  of  known  chemical  compo- 
sition and  heat  treatment  must  be  made. 
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Before  a  magnetic  test  can  be  of  service  as  an  indicator  of  the 
mechanical  characteristics  in  any  particular  case,  preliminary 
work  must  be  done  to  determine  the  most  suitable  magnetic  data 
and  also  the  minimum  amount  which  will  give  the  desired  informa- 
tion. Among  the  magnetic  characteristics  which  may  be  used  are 
permeability,  residual  induction,  coercive  force,  hysteresis  energy, 
etc.,  and  each  of  these  may  be  taken  in  connection  with  any  one  of 
a  great  number  of  magnetizing  forces. 

For  a  concrete  case,  suppose  that  the  problem  is  to  devise  a 
magnetic  test  for  a  steel  spring  or  a  crank  axle.  The  preliminary 
investigation  would  take  some  such  course  as  the  following: 

1.  Determination  of  magnetic  normal  induction  curves  and 
hysteresis  data  for  test  pieces  made  of  the  materials  to  be  tested 
and  submitted  to  the  various  heat  and  mechanical  treatments  that 
may  be  expected  in  practice. 

2.  Comparison  of  the  above  magnetic  data  with  the  correspond- 
ing mechanical  data  and  the  determination  of  the  most  suitable 
magnetic  data  to  use. 

3.  Working  out  of  the  experimental  details  so  that  the  required 
magnetic  measurements  may  be  made  on  the  full-size  commercial 
specimen. 

4.  Checking  out  of  magnetic  and  mechanical  data  on  the  full- 
size  specimens  to  be  sure  that  the  same  conditions  are  fulfilled  as 
in  the  case  of  the  original  test  pieces. 

Operations  1,2,  and  4  are  time  consuming,  but  do  not  offer  any 
great  difficulties  that  can  not  be  overcome  by  patient  intelligent 
experimentation.  The  third  operation  may  offer  practical  diffi- 
culties due  to  irregularities  in  the  shape  of  the  material  to  be 
tested.  Relatively  long  objects  uniform  in  diameter,  such  as  rails, 
steel  rims,  band  screws,  drills,  and  steel  cables,  present  no  diffi- 
culty. Relatively  long  objects  whose  cross  section  changes 
gradually  from  section  to  section,  such  as  spring  leaves,  straight 
axles,  and  files,  present  comparatively  Uttle  difficulty.  Relatively 
long  objects  of  irregular  section,  such  as  crank  axles,  present  great 
but   not   insuperable   difficulty.     Short,   thick   castings   present 
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I.  INTRODUCTION 

The  theory  of  the  galvanometer,  when  used  under  the  critically 
damped  condition  as  a  detector  of  constant  voltage  in  a  circuit  of 
fairly  low  resistance,  is  given  in  papers  by  White  *  and  Jaeger  *, 
published  about  10  years  ago.  In  these  papers  some  of  the  equa- 
tions which  we  shall  use  are  given.  However,  we  wish  to  consider 
sensitivities  to  ciurent  and  voltage  impulses  as  well  as  to  steady 
current  and  voltage,  and  in  order  that  the  matter  may  be  pre- 
sented as  a  unit,  the  theory,  in  so  far  as  it  is  needed  in  the  design 
of  such  galvanometers,  will  be  given  here.  That  is,  we  shall  show 
the  relations  between  those  constants  of  a  galvanometer  with 
which  the  user  is  concerned  and  those  constants  with  which  the 
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The  user  is  concerned  with  the  period,  the  resistance  which 
must  be  put  in  series  or  parallel  in  order  to  give  critical  damping, 
and  the  sensitivity  to  the  quantity  the  galvanometer  is  used  to 
detect  or  measure.  These  will  be  referred  to  as  the  operation 
constants.  The  maker  is  concerned  with  the  inertia  constant,  the 
damping  constant,  the  restoring  constant,  the  dynamic  constant, 
and  the  resistance — constants  which  depend  upon  the  kind  of 
material  used,  the  number  of  turns,  the  intensity  of  magnetiza- 
tion, and  the  size  and  the  proportions  of  tlie  parts  of  the  galvano- 
meter. These  will  be  referred  to  as  the  intrinsic  or  construction 
constants.  These  two  sets  of  constants  are  necessarily  interde- 
pendent, and  a  knowledge  of  the  relations  existing  between  them 
is  necessary  for  an  imderstanding  of  the  subject  of  galvanometer 
design.  We  shall,  therefore,  show  in  what  manner  each  of  the 
operation  constants  depends  upon  the  intrinsic  constants. 

These  relations  will  then  be  used  in  establishing  a  procedure  for 
finding  a  set  or  sets  of  values  for  the  intrinsic  or  construction  con- 
stants, such  as  will  give  previously  selected  or  specified  values  for 
those  of  the  operation  constants  which  pertain  to  the  class  of 
work  in  which  the  galvanometer  is  to  be  used.  The  finding  of 
some  set  of  values  for  the  intrinsic  constants  which  may  be  real- 
ized in  the  construction  without  unnecessary  difficulty,  and  which 
will  give  the  specified  values  for  the  operation  constants,  consti- 
tutes what  we  call  the  general  design  of  a  galvanometer.  The 
matter  will  be  considered  primarily  from  the  standpoint  of  the 
design  of  moving  coil  galvanometers  of  high  sensitivity,  though 
much  of  the  discussion  will  apply  equally  well  to  the  less  sensitive 
galvanometers  with  pointers  and  to  galvanometers  of  the  moving 
magnet  type.  The  way  in  which  particular  values  for  the  intrinsic 
constants  may  be  realized,  and  other  matters^  pertaining  to  what 
we  call  the  detail  design,  can  not  be  considered  in  this  paper. 

n.  THEORY 
1.  THE  OPBRATION  CONSTANTS 

Galvanometers  are  used  critically  damped  in  four  distinct 
classes  of  measurements,  in  each  of  which  the  quantity  to  be 
detected  or  measured  is  different. 

In  the  first  (which  we  shall  refer  to  as  class  A)  it  is  the  ciurent, 
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measurements.  Here  the  sensitivity  which  should  be  considered 
is  to  cturent. 

In  the  second  (or  class  B)  it  is  the  change  in  the  voltage  in  the 
circuit  in  which  the  galvanometer  is  connected  which  is  to  be 
detected  or  measured.  The  change  in  voltage  in  the  galvano- 
meter circuit,  on  reversing  the  test  current  through  a  bridge 
which  is  not  exactly  balanced,  is  an  example  of  this  class  of 
measurements.  Here  tlie  sensitivity  which  should  be  considered 
is  to  voltage.^ 

In  the  third  (or  class  C)  it  is  the  quantity  of  electricity  suddenly 
passed  through  the  circuit,  including  the  galvanometer,  which  is 
to  be  detected  or  measured.  The  comparison  of  the  capacities  of 
condensers  by  the  ballistic  throws  given,  when  they  are  charged 
to  the  same  voltage  and  discharged  through  the  same  galvanometer, 
and  the  comparison  of  capacities  by  the  method  of  mixtures,  are 
examples  of  this  class  of  measurements.  Here  the  sensitivity 
which  should  be  considered  is  to  impulsive  rush  of  a  quantity 
of  electricity  q^Jidt  through  the  circuit  including  the  galva- 
nometer. 

In  the  fourth  (or  class  D)  it  is  the  time  integral  of  the  electro- 
motive force  in  the  circuit.  Examples  of  this  class  of  measure- 
ments are  the  comparison  of  magnetic  fields  by  the  ballistic 
throws  they  give,  when  a  coil  connected  in  series  with  the  galva- 
nometer is  suddenly  removed  first  from  one  field  and  then  from 
the  other,  or  the  comparison  of  two  mutual  inductances  by 
connecting  their  secondaries  differentially  in  series  with  the  gal- 
vanometer and  simultaneously  reversing  the  ciirrents  in  their 
primaries,  adjusting  the  ratio  of  the  currents  so  as  to  make  the 
ballistic  throw  zero.  Here  the  sensitivity  which  should  be  con- 
sidered is  to  the  jedt,  where  e  (the  voltage)  is  negligibly  small 
except  for  a  very  short  time. 

Besides  the  sensitivity  to  the  quantity  to  be  detected  or  meas- 
ured the  user  of  a  galvanometer  is  concerned  with  the  time 
between  the  change  which  causes  the  deflection  and  the  instant 
when  the  deflection  may  be  considered  to  have  reached  a  constant 
value;  or,  in  the  case  of  an  impulse,  the  instant  when  the  deflection 
has  reached  a  maximum  value  and  must  be  read.  We  shall  refer 
to  the  first  as  the  deflection  period  and  the  second  as  the  ballistic 
period. 

>  Under  any  defiinite  conditions  the  voltajEC  sensitivity  is  equal  to  the  current  sensitivity  divided  by 
the  resistance.  It,  therefore,  is  not  necessary  to  introduce  the  idea  of  a  voltage  sensitivity  as  distinct  from 
the  current  sensitivity.  However,  for  those  cases  in  which  it  is  the  voltage  rather  than  the  current  whidi 
is  the  quantity  to  be  measured  or  which  b  the  independent  variable,  the  operation  of  the  galvanometer 
is  much  more  readily  miderstood  if  we  refer  to  its  voltage  sensitivity  rather  than  to  its  current  sensitivity. 
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In  all  cases  the  user  of  a  galvanometer  is  concerned  with  the  con- 
ditions which  give  critical  damping;  that  is,  the  conditions  which 
make  the  motion  of  the  moving  system  ju^t  aperiodic  (or  just 
deadbeat).  The  damping  often  depends  to  a  very  marked  degree 
upon  the  resistance  of  the  circuit  into  which  the  galvanometer  is 
connected.  The  resistance  of  the  circuit  (not  including  the  resist- 
ance of  the  galvanometer)  in  which  the  motion  of  the  moving 
system  is  critically  damped  will  be  referred  to  as  the  external  critical 
resistance.  In  most  cases  it  is  an  important  operation  constant 
of  the  galvanometer.  If  the  apparatus  with  which  the  galvanom- 
eter is  being  used  has  a  resistance  between  the  terminals  to  which 
the  galvanometer  is  connected  different  from  the  external  critical 
resistance,  critical  damping  can  be  brought  about  with  most  gal- 
vanometers of  the  moving  coil  t)rpe  and  with  some  of  the  moving 
magnet  type.  In  some  cases  it  is  done  by  putting  resistance  in 
series  with  the  apparatus  and  galvanometer,  and  in  other  cases 
resistance  is  put  in  parallel  across  the  terminals  to  which  the  gal- 
vanometer is  connected. 

Sometimes  it  is  desired  that  the  galvanometer  be  approximately 
critically  damped  without  special  adjustment  for  all  readings  or 
settings  of  the  apparatus  with  which  it  is  used,  when  the  resistance 
of  the  apparatus  between  the  terminals  to  which  the  galvanometer 
is  connected  varies  with  the  setting  through  wide  limits.  This 
condition  is  usually  easily  brought  about  by  the  use  of  two  resist- 
ances, one  connected  in  parallel  and  the  other  connected  in  series 
with  the  galvanometer.  By  a  proper  choice  of  the  resistances,  the 
damping  can  be  made  very  nearly  critical  regardless  of  the  resist- 
ance of  the  apparatus  with  which  the  galvanometer  is  used,  but 
to  do  so  necessarily  reduces  the  sensitivity  very  materially.  It  is 
also  possible  to  design  a  galvanometer  so  that,  without  a  shunt  or 
parallel  resistance,  it  will  be  approximately  critically  damped 
when  used  in  circuits  of  almost  any  resistance.  This  is  accom- 
plished by  the  use  of  suitable  air  dampers  or  by  the  use  of  an 
auxiliary  winding  closed  upon  itself.  Sometimes  the  winding  of  a 
moving  coil  galvanometer  is  placed  on  a  metal  frame  which  serves 
also  as  the  auxiliary  closed  circuit  winding.  The  use  of  an  auxil- 
iary winding  makes  the  construction  of  a  galvanometer  to  have  a 
high  sensitivity  to  voltage  or  voltage  impulse  and  a  short  deflec- 
tion period  much  more  difficult. 

For  general  laboratory  use  it  is  desirable  that  the  rate  of  change 
of  the  damping  (or,  more  specifically,  the  rate  of  change  of  the 
deflection  period)  with  the  change  in  resistance  of  the  external 
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circuit  shall  be  small.  Its  value,  or  something  equivalent  to  it, 
might  be  considered  as  one  of  the  operation  constants.  However, 
where  a  high  or  fairly  high  sensitivity  is  required  it  is  better  to 
make  the  adjustments  necessary  to  give  critical  or  approximately 
critical  damping.  Where  this  is  done,  the  rate  of  change  of  the 
damping  with  change  of  the  external  resistance  is  of  but  little 
importance. 

The  operation  constants  with  which  the  user  of  a  galvanometer 
may  be  concerned,  and  the  symbols  here  used  to  represent  them, 
are  as  follows: 

/? = the  external  critical  resistance, 

Td  =ithe  deflection  period, 

Tb  =  the  ballistic  period, 

5i  =the  current  sensitivity, 

5e=the  sensitivity  to  voltage  in  a  circuit  having  a  resistance 
giving  critical  damping, 

5'e =the  sensitivity  to  voltage  in  a  circuit  of  resistance  exceeding 
the  critical  resistance, 

5q  =the  sensitivity  to  quantity  or  Jidt, 

Sn  =the  sensitivity  to  jedt  in  a  circuit  having  a  resistance  giving 

critical  damping,  and 
S'n = the  sensitivity  to  Jedt  in  a  circuit  having  a  resistance  in  ex- 
cess of  the  critical  resistance. 

For  any  one  of  the  four  classes  of  measurements  we  need  con- 
sider only  the  appropriate  period  and  sensitivity,  and  usually  the 
resistance  of  the  apparatus  between  the  terminals  to  which  the 
galvanometer  is  connected,  or  the  external  critical  resistance  of 
the  galvanometer. 

2.  THE  INTRINSIC  CONSTANTS 

As  has  been  pointed  out  above,  the  values  of  the  operation  con- 
stants necessarily  depend  upon  the  size,  shape,  and  arrangement 
of  the  parts  of  the  galvanometer;  the  kind  of  material  used  in  the 
construction;  the  intensity  of  magnetization,  etc.  That  is,  they 
depend  upon  the  values  of  the  intrinsic  or  construction  constants. 
The  intrinsic  constants  and  the  symbols  here  used  to  represent 
them  are  as  follows: 

K =the  inertia  constant  (the  moment  of  inertia), 

Z?=the  damping  constant  (the  ratio  of  the  drag  or  retarding 

torque  on  the  moving  system  to  its  rate  of  displacement, 

with  the  circuit  open) , 
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f/=the  restoring  constant  (the  ratio  of  the  restoring  torque  to 
the  displacement), 

Cr— the  d)mamic  or  displacing  constant  (the  ratio  of  the  dis- 
placing torque  to  the  current) ,  and 
iJg— the  resistance  of  the  galvanometer. 

Other  symbols  used  and  the  quantities  which  they  represent  are 
as  follows: 

e— the  voltage  impressed  in  the  circuit  in  which  the  galvanom- 
eter is  connected, 

t«the  ciurent  in  the  circuit  in  which  the  galvanometer  is 
connected, 

tf — the  angular  displacement  of  the  moving  system, 

/-the  time, 

^  -  the  resistance  of  the  shunt  across  the  galvanometer  terminals, 

r  — the  resistance  in  series  with  the  galvanometer, 
/?'  —the  resistance  in  series  with  the  galvanometer  if  in  excess  of 

the  external  critical  resistance, 
r'  —  the  resistance  of  an  auxiliary  closed  winding, 

^— the  d)mamic  constant  of  an  auxiliary  closed  winding, 
/?'— the  damping  constant  with  the  auxiliary  winding  open,  and 

/,  /,  w,  n,  and  />- constants  defined  by  equations  (66),  (72), 
(49) »  (50),  and  (83). 

3.  OPERATION  CONSTANTS  IN  TERMS  OF  INTRINSIC  CONSTANTS 

The  equation  generally  accepted  as  representing  the  motion  of 
the  moving  system  of  a  galvanometer  *  is 

K^^u%+ue.Gi  (■) 

where  *  is  the  current  in  the  winding  or  coil.  This  equation, 
however,  is  not  in  a  convenient  form,  since  as  galvanometers  are 
generally  used  the  cturent,  i,  is  affected  by  the  motion  of  the 
moving  system  and  so  is  not  known.  The  current  may,  neverthe- 
less, be  expressed  in  terms  of  the  impressed  voltage,  that  is,  the 
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voltage.    Also  the  mechanical  power  is  the  torque,  Gi,  times  the 

/fa 
angular  velocity,  -it'    Since  these  two  quantities  must  be  equal  it 

follows,  therefore,  that  the  generated  voltage  is  -^  jT'  Conse- 
quently, ii  r+Rg  is  the  resistance  of  the  circuit  and  e  is  the  im- 
pressed voltage, 

.        e  G      de 

*"f+/e,    r-\-Rg  dt  ^^^ 

This  value  of  i  substituted  in  equation  (i)  gives  as  the  equation  of 
motion  of  the  moving  system 

.     G^    \de  .  ,,^        Ge  .. 

^VTRjdt^^^-TTR,  (3) 

If,  for  any  reason,  the  galvanometer  is  shimted  by  a  resistance,  s^ 

the  current  which  would  flow  through  the  coil  in  case  the  impressed 

es 
voltage  only  were  efiFective,  is  — ,    p    i   p  ^^d  in  case  the  generated 

volta^  only  were  effective,  is ^.  r  1  r  'dt*    Where  Rg  is  the 

resistance  of  the  galvanometer  and  r  is  the  resistance  of  the  appa- 
ratus with  which  it  is  used,  or  which  is  in  series  with  the  galva- 
nometer, and  in  which  there  is  the  impressed  voltage,  e.  Since  the 
current  through  the  coil  is  equal  to  that  which  would  flow  as  a 
result  of  the  impressed  voltage  only,  plus  that  which  would  flow  as 
.  a  result  of  the  generated  voltage  only,  it  follows  that  for  this  case 
the  equation  of  motion  is 

f^^  ,/r.,       GHs  +  r)     \de  Gse 

These  may  be  considered  the  general  equations  for  the  motion  of 
the  moving  systems  of  galvanometers,  excepting  in  those  cases  in 
which  it  is  necessary  to  take  into  consideration  either  the  effects 
of  self  or  mutual  inductance  or  of  capacity.  That  the  relations 
are  at  least  approximately  correct  has  been  verified  by  nxmierous 
checks  between  values  for  constants  foimd  by  using  these  relations 
and  those  values  found  by  other  means.  It  must  not  be  presxmied, 
however,  that  they  are  correct  to  a  high  order  of  accuracy,  and 
it  is  not  necessary  for  the  purpose  of  this  paper  that  they  should  be. 

Equations  of  the  type  of  (3)  and  (4)  are  considered  in  elementary 
textbooks  on  differential  equations  and  in  their  solution  there  is 
obtained  the  auxiliary  equation 
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//'/)  /M 

in  which  /,  gf,  and  h  are  the  coeflBcients  of  -zi^^-yr  and  6.    The  form 

of  the  solution  will  depend  upon  whether 

g'>4fh,g'=4fh  or  g'<4fh 

as  well  as  upon  what  function  e  is  of  /.  When  some  change  is 
made  in  the  apparatus  with  which  the  galvanometer  is  used  so 
that  e  suddenly  asstmies  a  new  constant  value,  or  when  the  moving 
system  of  the  galvanometer  is  released  from  a  deflected  position, 
the  moving  system  takes  up  the  new  position  in  the  minimum 
time  (and  the  motion  is  said  to  be  just  aperiodic  or  critically 
damped)  if  the  two  roots  of  the  auxiliary  equation  just  referred 
to  are  equal.    That  is,  if 

j^+z?-.V^  (5) 

or  if 

f^^t:^    +D^2,lKU  (6) 

rs  +  rRg  +  sRg  ^  ^  ^ 

The  particular  value  of  r  which  satisfies  equation  (5)  is  the 
external  critical  resistance  of  the  galvanometer  and  is  designated 
as  R.    Therefore  it  follows  from  equation  (5)  that 

If  the  resistance  of  the  apparatus  with  which  the  galvanometer 
is  used  (measured  between  the  terminals  to  which  the  galvanometer 
is  connected)  is  less  than  the  external  critical  resistance,  then 
critical  damping  may  be  brought  about  by  connecting  the  proper 
amoimt  of  resistance  in  series  with  the  galvanometer.  If  the 
resistance  of  the  apparatus  with  which  the  galvanometer  is  used 
is  more  than  the  external  critical  resistance  of  the  galvanometer, 
critical  damping  may  usually  be  brought  about  by  connecting  a 
resistance,  s,  of  suitable  value  in  parallel  with  the  galvanometer. 
In  this  case  the  value  of  s  must  be  chosen  so  that 

sR'Ks  +  R')^R  (7a) 

where  R'  represents  the  resistance  of  the  apparatus. 

If  the  e^alvanometer  is  criticallv  damped  without  the  use  of  a 
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If  a  parallel  resistance  is  tised  to  bring  about  critical  damping,  it 
follows  from  equations  (4),  (6),  (7),  and  (7a)  that 

K^^,,[Kij^^^ue^^^:zlE£m±m^       (9) 

and  if  conditions  are  such  that  the  galvanometer  has  no  appre- 
ciable effect  upon  the  magnitude  of  the  current,  i,  in  the  main 
circuit,  then 

ar  at  Lr 

Here,  since  the  galvanometer  is  shimted,  i  is  not  the  current  in  its 
winding  or  coil. 

Equations  (8),  (9),  and  (10)  are  the  general  equations  for  the 
motion  of  the  moving  systems  of  critically  damped  galvanometers 
and  are  the  equations  on  which  the  work  which  follows  is  based. 
Equation  (8)  applies  in  case  critical  damping  is  brought  about  with- 
out the  use  of  a  shtmt,  and  the  impressed  voltage  is  the  independent 
variable.  Equation  (10)  applies  in  case  the  galvanometer  is  shtmted 
to  bring  about  critical  damping,  and  the  current  may  be  consid- 
ered the  independent  variable.  Equation  (9)  applies  in  case  it  is 
necessary  to  use  a  shtmt  to  bring  about  critical  damping  and 
when  the  impressed  voltage,  rather  than  the  current,  must  be 
considered  the  independent  variable.  Equation  (9)  applies  in  the 
cases  which  are  intermediate  between  those  to  which  equation  (8) 
applies  and  those  to  which  equation  (10)  applies. 

Following  a  change  in  the  value  of  the  voltage  or  current  from 

one  steady  value  to  another,  there  results  a  change  in  the  steady 

deflection.     If  the  change  in  voltage  is  Ae,  or  current  is  Ai,  and  the 

resulting  change  in  the  steady  deflection  is  Atf,  the  ratio  of  M 

to  Ae,  or  to  Ai,  is  the  sensitivity.    Since,  when  the  deflection 

d^O         do 
becomes  steady,  both  -j^  and  ^  are  zero,  inspection  of  equations 

(8),  (9),  and  (10)  shows  that 

^^-       GU  ^"^ 
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where  Si  is  the  sensitivity  of  the  galvanometer  to  current  when 
connected  in  a  circuit  of  high  resistance,  So  is  the  sensitivity  of  the 
galvanometer  to  voltage  having  its  seat  in  apparatus  of  resistance 
equal  to  the  external  critical  resistance  of  the  galvanometer,  and 
5'e  is  the  sensitivity  of  the  galvanometer  to  voltage  in  appa- 
ratus having  a  resistance  /?'  in  excess  of  the  external  critical 
resistance  of  the  galvanometer,  so  that  the  galvanometer  must  be 
shtmted  to  bring  about  critical  damping. 

If,  instead  of  the  voltage  or  current  asstuning  a  new  constant 
value,  it  assumes  a  fairly  large  value  for  a  very  short  time,  after 
which  it  becomes  zero  or  assumes  its  former  value,  an  impulse  is 
given  to  the  moving  system.  If  the  time  of  the  impulse  is  very 
short  in  comparison  with  the  time  of  throw,  during  the  impulse 
the  second  and  third  terms  of  the  left-hand  members  of  equations 
(8),  (9),  and  (10)  are  very  small  in  comparison  with  the  first,  so 
may  be  neglected.  Then  by  a  single  integration  over  the  time  of 
the  impulse  it  follows  that 

«^.-Mz5J.^  (.4) 

^_g:.R,^^DR,J^  (.5) 

While  here  no  consideration  is  given  to  self-induced  voltage, 
which  may  during  a  part  of  the  impulse  be  of  the  same  order  of 
magnitude  as  e,  it  may  easily  be  shown  that  no  appreciable  error 
is  introduced  on  this  accoimt,  tmless  the  self -inductance  is  so  large 
that  the  electrical  time  constant  of  the  circuit  is  appreciable  in 
comparison  with  the  time  of  the  throw  of  the  moving  system. 

After  the  impulse  the  right-hand  members  of  equations  (8), 
(9),  and  (10)  are  zero,  so  that  for  each  of  the  three  cases  the 
equation  of  the  motion  of  the  moving  system  is : 

K^  +  ^^fKU^+Ue~o  (17) 


and 
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impulse  both  9  and  t  may  be  considered  zero.  Differentiation  of 
equation  (18)  gives 

-^-  -c^^JujK€'^rmt+c,€'^rm'  (19) 

from  which  it  follows  that  tf  is  a  maximum  when  t « -^KfU  or 
that 

n^^JK/U  (20) 

where  Tb  is  the  time  of  throw  *  or  the  ballistic  period.  It  also 
follows  that  C,  is  equal  to  the  value  of -^  when  <-o,  which  is  the 

value  of  -TT  as  given  by  equation  (14),  (15),  and  (16).  The  sub- 
stitution of  these  values  for  C,  and  t  in  equation  (18)  gives 

_e^    CP^2R,^[KU+DR, 
e      G^^2R,^KU+DR, 

where  0  is  the  maximum  value  of  9  or  the  magnitude  of  the 
ballistic  throw,  and  5n,  5'n,  and  5q  are  the  sensitivities  to  voltage 
and  cturent  impulses. 

From  equation  (18)  it  will  be  seen  that  the  deflection  reaches  a 
maximum  and  then  becomes  zero  after  a  long  time.  However, 
when  t  =  (2ir  +  i)^K/U  the  deflection  has  passed  and  is  then  only 
a  little  more  than  i  per  cent  of  its  maximiun  value.  Since,  in 
returning  from  the  deflected  position,  the  motion  follows  the  same 
law  as  when  e  is  suddenly  changed  from  one  constant  value  to 
another,  the  system  accomplishes  nearly  0.99  part  of  its  final 
steady  deflection  in  a  time  equal  to  2v^K/U.  For  most  purposes 
one  is  not  concerned  in  reading  deflections  to  as  close  as  i  per  cent, 
so  we  shall  consider  that 

Td  =  2TV^7Z7  (24) 

where  T^  is  the  deflection  period.  That  is,  we  shall  consider  the 
deflection  period  to  be  the  same  as  the  complete  undamped  period. 
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Collecting  the  equations  representing  the  relations*  between 
operation  and  intrinsic  constants  gives 

^    — ^Wu^ —  ^'^^ 

Ti''2T^KjU  (26) 

T^,^^|KJlJ  (27) 

S,.^J^^  (.8) 

5.-^-^'^^f^-^>  (30) 

It  may  be  of  interest  to  note  that  in  case  D  is  very  small  in  com- 
parison with  ^KU 


and 

and  in  case  D  '•2-^KU 


^n-^  (35) 

5,-g  (36) 

that  is,  the  relations  are  much  simpler  than  in  the  corresponding 
equations  above. 

*  It  fhould  be  imdentood  that  the  magnitudes  of  the  opermtkm  constant!  are  to  be  expressed  in  th« 
system  of  units  in  which  the  intrinsic  constants  are  egpfsssed  and  not  in  the  units  usually  cmi»loyed. 
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4.  rslahohs  bbtwebn  operation  constants 

The  fact  that  a  galvanometer  has  but  five  intrinsic  constants  is 
evidence  that  all  of  the  relations  given  by  equations  (25)  to  (33) 
can  not  be  independent  and  that  there  must  be  some  relations 
between  the  operation  constants.  An  inspection  will  show  that 
there  is  a  simple  relation  between  the  ballistic  and  deflection 
periods,  and  between  the  four  sensitivities.  Expressing  the  other 
operation  constants  in  terms  of  /?,  Td,  and  S  gives 

^-S  (38) 

5'e=^,Se  (39) 

S|-i?5e  (40) 

S.'-f-  (41) 

5,  =  ^^=i?5.  (43) 

These  equations  show  what  should  be  expected  from  a  galvano- 
meter intended  for  use  in  class  B  work,  if  used  with  apparatus 
having  resistance  between  galvanometer  terminals  in  excess  of  the 
external  critical  resistance  of  the  galvanometer,  or  when  used  in 
class  A,  C,  or  D  work. 

The  way  the  sensitivity  changes  as  the  resistance  of  the  appa- 
ratus (between  galvanometer  terminals)  increases,  keeping  the 
damping  critical  either  by  resistance  in  series  or  in  parallel,  is 
shown  in  Fig.  i.  The  point  where  the  direction  of  the  curves 
changes  abruptly  is  where  it  is  necessary  to  change  the  resistance 
from  series  to  parallel  to  keep  the  damping  critical,  or  where  the 
resistance  of  the  apparatus  is  equal  to  the  external  critical  resist- 
ance of  the  galvanometer. 

m.  GENERAL  DESIGlV 
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the  problem  is  to  find  values  or  sets  of  values  for  the  intrinsic 
constants  such  as  will  give  specified  values  for  the  opera- 
tion^ constants.  An  inspection  of  the  equations  shows  that  as 
they  stand  it  would  be  difficult  to  use  them  for  this  pmpose.  For 
example,  consider  the  design  of  a  galvanometer  for  use  with  a 
bridge  having  a  specified  resistance  between  the  terminals  to  which 
the  galvanometer  is  to  be  connected,  to  give  a  specified  deflection 
per  imit  of  voltage  which  would  be  between  the  galvanometer 
terminals  of  the  bridge  with  the  galvanometer  circuit  open,  and  to 
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Pig.  I. — Curve  showing  how  the  sensitivity  to  voUage  changes  as  the  resistance  of  the 
apparatus,  with  which  tfie  galvanometer  is  used,  is  changed.  The  curve  applies  for  a 
galvanometer  having  an  external  critical  resistance  of  40  ohms  and  a  sensitivity  of  10 
millimeters  per  microvolt 

come  to  rest  in  a  deflected  or  zero  position  in  specified  time.  The 
problem,  then,  is  to  find  a  set  of  values  for  the  intrinsic  constants 
such  as  will  give  the  specified  values  for  i?,  Td,  and  5©. 

'  The  values  of  the  five  intrinsic  constants  of  a  gahranometer  may  be  determined  from  measurements 
of  five  independent  operation  constants,  or  if  one  or  more  of  the  intrinsic  constants  is  measured  directly, 
then  the  remaining  intrinsic  constants  may  be  determined  from  measurements  of  four  or  fewer  independent 
operation  constants.  The  equations  representing  the  relations  between  the  intrinsic  constants  and  the 
measured  operation  omstants  may  be  used  for  calculating  the  values  of  the  inuinsic  constants  necessary 
to  give  previously  selected  values  for  operation  constants.  For  example,  we  have  the  equations  given 
in  this  Bulletin,  6,  p.  361,  1910.  These  could  be  used  for  determining  values  for  the  inertia  constant,  the 
damping  constant,  the  restoring  constant,  and  the  dynamic  constant  necessary  to  give  previously  selected 
values  for  the  alternating-current  sensitivity,  the  alternating- voltage  sensitivity,  the  direct-cturent  sen* 
sitivity,  and  the  resonating  frequency;  the  value  for  the  resistance  of  the  galvanometer  being  ' 
tfbitrarily. 


Digitized  by 


Google 


Wtmur]  Galvanometer  Design  225 

The  relations  between  the  operation  constants  and  the  intrinsic 
constants  are  given  by  equations  (25),  (26),  and  (28).  However, 
it  will  be  seen  that  one  can  not  readily  choose  a  set  of  values  such 
that  when  they  are  substituted  in  these  equations  they  give  the 
value  specified  for  each  of  the  three  operation  constants.  Even 
if  he  should  find  a  set  of  values  which  would  give  the  specified 
values  for  the  operation  constants,  they  would  probably  be  such 
as  would  make  the  detail  design  and  construction  tmnecessarily 
difficult.  It  is  therefore  desirable  that  the  matter  be  investigated 
for  the  purpose  of  establishing,  if  possible,  a  definite  procedure  for 
finding  values  for  the  construction  constants  of  galvanometers 
such  as  will  give  specified  values  for  the  operation  constants,  per- 
taining to  each  of  the  four  different  classes  of  work  considered 
above.  It  is  also  important  that  the  procedure  enable  us  to  know 
definitely  the  limits  to  the  values  for  each  of  the  intrinsic  constants 
and  something  of  the  relations  between  them. 

It  has  been  shown  above  that  there  are  only  three  independent 
relations  expressed  by  equations  (25)  to  (33).  It  has  also  been 
pointed  out  that  for  any  class  of  measurements  the  user  of  a  gal- 
vanometer is  concerned,  at  most,  with  only  three  operation  con- 
stants, while  the  galvanometer  has  five  intrinsic  constants.  This 
suggests  that  possibly  values  for  two  or  more  of  the  intrinsic 
constants  may  be  chosen  arbitrarily  ■  or  within  limits  and  values 
then  calculated  for  the  others  such  as  will  give  specified  values 
for  the  operation  constants. 

2.  INTRINSIC  CONSTANTS  IN  TERMS  OF  OPERATION  CONSTANTS 

An  inspection  of  equations  (25)  to  (33)  shows  that  all  can  be 
satisfied  with  a  zero  value  for  both  the  resistance,  Rg,  and  the 
damping  constant,  D.  But  the  construction  of  a  galvanometer 
for  which  either  Rg  or  D  is  zero  is  impossible,  though  in  some  cases 
either  or  both  may  be  made  so  small  as  to  have  no  appreciable 
effect.  If,  however,  the  galvanometer  is  to  have  a  high  sensitivity 
to  voltage  or  voltage  impulse  in  a  circuit  of  low  resistance,  then 
neither  can  conveniently  be  made  so  small  that  its  effect  may  be 
neglected. 

Considering  the  external  critical  resistance  R,  the  deflection 
period  Td,  the  sensitivity  Se,  the  resistance  Rg,  and  the  damping 


.J     /^o\ 
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for  the  inertia  constant  K,  the  restoring  constant  C/,  and  the 
dynamic  constant  G,  shows  that  the  values  for  these  constants  are 
complex  (contain  a  real  and  imaginary  part)  miless 

In  any  design  possible  of  construction,  therefore,  D  must  have  a 
value  less  than  this  maximum  which  depends  upon  the  values 
desired  for  the  operation  constants  and  the  value  chosen  for  the 
resistance  /?,,  which,  however,  has  no  definite  upper  limit.  The 
values  for  /?,  may,  therefore,  be  chosen  entirely  arbitrarily,  while 
the  values  for  D  must  be  chosen  less  than  a  certain  maximum. 
Values  for  others  of  the  intrinsic  constants,  instead  of  these  two, 
may,  within  limits,  be  chosen  arbitrarily,  but  the  relations •  obtain- 
able from  equations  (25),  (26),  and  (28)  which  give  most  promise 
of  being  of  use  in  the  design  of  galvanometers  for  use  in  class  B 
meastu^ments  are 

^  =  4^  <46) 

^'Wr  <47) 


(48) 


^    Tifi 

where 

m=R/iR+R,)  (49) 

and  

n-j4[i±^i-  4^Z?S,»2?/rd»m]  (50) 

The  ±  sign  in  equation  (50)  shows  that  even  after  values  are 
chosen  for  R,  and  D  there  still  remains  a  choice  between  two  sets 
of  values  for  K,  U,  and  G.  It  will  be  seen,  too,  that  if  Z?  is  small 
in  comparison  with  its  maximtmi  possible  values,  each  value  in  one 
set  is  much  smaller  than  the  corresponding  value  in  the  other  set. 

*  Bqoatioiu  somewhat  sbnilar  to  (45)  to  (48)  ireic  (nibluhed  by  Jacser  ( Annalcn  der  Phyaik,  SM,  p.  76, 
i$e6)  and  ducussed  briefly  with  reference  to  chanocs  fai  a  particular  gatvanometer  necenary  for  a  certain 
chance  in  the  period  and  total  critical  teeittance.    letter  DietMlhortt  (Zcitadirift  Mr  In«tnunentenkunde, 
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If  the  smaller  values  are  chosen,  the  construction  may  be  much 
more  diflScult  and  the  completed  instnunent  may  be  much  more 
delicate  than  is  necessary,  considering  the  values  for  its  operation 
constants  and  the  values  chosen  for  its  resistance  and  damping 
constant.  Galvanometers  in  which  more  than  half  of  the  critical 
damping  is  caused  by  the  current  which  flows  in*  the  main  winding, 
as  a  result  of  the  voltage  generated  by  the  moving  system,  have 
the  larger  values  for  K,  U,  and  G;  others  have  the  smaller  values. 
From  the  standpoint  of  the  design  there  is  a  decided  difference, 
depending  on  whether  the  +  or  the  —  sign,  which  occurs  here  and 
later,  is  used,  and  sometimes  it  will  be  desirable  to  use  one  and 
sometimes  the  other. 

In  the  design  of  galvanometers  for  use  in  class  A  measurements 
the  relations  obtainable  from  equations  (25),  (26),  and  (30),  which 
give  most  promise  of  being  of  value,  are 

^^^  (5.) 


^     TVRrnp 


(52) 
(53) 

(54) 


where 

«-/?/(/?+/?,)  (55) 

and  

p'H[i±^i-  4i^Si'D/T^Rm]  (56) 

Here,  in  case  'PRm  is  very  large  in  comparison  with  ^ir'Si'D  and 
the  negative  sign  of  equation  (56)  is  used,  expansion  of  the  radical 
shows  that  p  may  be  considered  equal  to  v'SyDIT^Rm.  This  value 
of  p  substituted  in  equations  (52),  (53),  and  (54)  gives 

d 
i  d 

These  equations  ^^  may  also  be  obtained  directly  from  the  relatiorx^ 
D^2^KU,  T^  =  2T^K/U SLudSi^G/U  (6o:> 
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which  apply  in  case  the  instrument  is  critically  damped  with  the 
main  galvanometer  circuit  open. 

In  the  same  way,  it  follows  from  equations  (25),  (27),  and  (31) 
that  the  relations  most  likely  to  be  of  service  in  the  design  of 
galvanometers  for  use  in  class  D  measurements  are 

^^.^  <^^) 

^-1;  (64) 

"^^^  m~RKR+R,)  (65) 

^^  j-H[i±^i-^DSn'R/m]  (66) 

Finally  from  equations  (25),  (27),  and  (33)  it  follows  that  the 
relations  which  give  most  promise  of  being  of  service  in  the  design 
of  galvanometers  for  use  in  class  C  measurements  are 

X-^  (68) 

-        2Rml 

( ^    2RI 
G--^  (70) 


where 
and 


e5. 


m-RliR+R,)  (71) 

l^y2[l±^ll-eDS^|Rm']  (72) 

In  case  Rm  is  large  in  comparison  with  ^Sq*D  and  we  use  the 
negative  sign  of  equation  (72),  expansion  of  the  radical  shows  that 
we  may  consider  l  =  ^S^DI<^m.  This  value  of  I  substituted  in 
equations  (68),  (69),  and  (70)  gives 

^^~r  (73) 

^-2-f;  (74) 

G--^  (75) 
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Equations  (57),  (58),  (59),  (73),  (74),  and  (75)  apply  only  in 
those  cases  in  which  critical  damping  is  brought  about  imder  con- 
ditions in  which  the  voltage  generated  by  the  motion  of  the  mov- 
ing system  has  no  appreciable  effect  upon  the  magnitude  of  the 
current  in  the  main  winding.  If  the  damping  is  supplied  mainly 
by  a  current  induced  in  an  auxiliary  winding  closed  upon  itself, 
and  if  g  and  r^  are  its  dynamic  constant  and  resistance,  and  D' 
is  the  damping  constant  with  both  main  and  auxiliary  winding 
open,  the  constants  of  the  auxiliary  winding  must  be  such  that 

^-.i^iCU-D^  (76) 

If  the  galvanometer  is  to  be  used  in  a  circuit  whose  resistance, 
/?'  +/?,  including  that  of  the  galvanometer,  is  not  excessively  high, 
then  for  critical  dampiug  it  is  necessary  that 

It  should  be  noted  that  the  operation  constants  all  appear  on 
the  left-hand  side  of  the  equations,  and  also  that  those  of  equa- 
tions numbered  (45)  to  (50)  pertain  to  class  B  measurements, 
those  of  equations  numbered  (51)  to  (59)  pertain  to  class  A  meas- 
urements, those  of  equations  numbered  (61)  to  (66)  pertain  to 
class  D  measurements,  and  those  of  equations  numbered  (67)  to 
(75)  pertain  to  class  C  measurements. 

These  equations  show  the  maximum  value  the  damping  con- 
stant of  a  galvanometer  can  have  and  have  chosen  values  for  its 
resistance,  external  critical  resistance,  period,  and  sensitivity. 
They  also  show  what  values  the  inertia  constant,  the  restoring 
constant,  and  the  dynamic  constant  must  have  in  order  that  a 
galvanometer  may  have  chosen  values  for  its  resistance,  damping 
constant,  external  critical  resistance  (and  in  some  cases  the  resist- 
ance of  the  apparatus  with  which  the  galvanometer  is  to  be  used) , 
and  the  particular  period  and  sensitivity  with  which  we  may  be 
concerned.  The  equations  may,  therefore,  be  used  in  the  general 
design  of  galvanometers. 

3.  PROCEDURE  IN  THE  GENERAL  DESIGN 

Since  a  value  for  the  resistance  of  the  galvanometer  may  be 
chosen  arbitrarily  and  any  value  taken  for  its  damping  constant, 
less  than  a  certain  maximum  shown  by  the  first  of  each  set  of 
equations,  much  is  left  to  the  judgment  of  the  person  making  the 
general  design,   and  the  difficulties  encotmtered  in  the  detail 
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design  and  construction  and  the  performance  of  the  galvanometer, 
in  matters  other  than  the  values  of  its  operation  constants,  will 
depend  in  no  small  degree  upon  the  judgment  tised. 

In  carrying  out  a  general  design  the  first  thing  to  do  is  to  choose 
a  value  for  the  resistance  of  the  galvanometer,  and  if  one  is 
entirely  at  a  loss  in  the  matter,  he  may  take  it  equal  to  that  of 
the  rest  of  the  circuit  in  which  the  galvanometer  is  to  be  used, 
that  is,  take  Rg  equal  to  R.  This  makes  w,  which  occurs  in  most 
of  the  equations,  equal  to  one-half.  Using  this  value  for  m  in 
the  first  of  the  set  of  equations  pertaining  to  the  class  of  work 
in  which  it  is  intended  that  the  galvanometer  shall  be  used,  gives 
the  maximum  value  D  can  have.  Taking  D  equal  to  half  this 
maximum  value  and  using  the  +  sign  in  the  last  equation  of  the 
set  makes  n  (or  I  or  p  or  j)  equal  to  0.85.  Using  these  values  for 
m  and  n  the  corresponding  values  for  K,  U,  and  G  can  readily  be 
calculated.  This  gives  us  a  set  of  values  for  the  intrinsic  con- 
stants such  as  will  give  the  specified  values  for  the  operation  con- 
stants. 

While  it  is  not  to  be  presmned  that  this  particular  set  of  values 
will  lend  itself  most  readily  to  the  detail  design  and  construction, 
it  may  be  used  in  making  a  preliminary  detail  design.  A  little 
consideration  of  the  detail  design  will  show,  in  most  cases,  that 
the  resistance  of  the  galvanometer  can,  to  advantage,  be  made  much 
less  than  the  external  critical  resistance,  and  in  a  moving  coil  type  of 
galvanometer,  of  low  external  critical  resistance,  the  larger  part 
of  the  resistance  may  be  in  the  suspensions  rather  than  in  the 
coil.  Ordinarily,  such  a  preliminary  detail  design  will  enable  us 
to  choose  revised  values  for  R^  and  for  D,  such  that  with  the  corre- 
sponding values  for  K,  U,  and  G  they  constitute  a  set  of  values 
for  the  intrinsic  constants  which  are  more  easily  realized  in  the 
detail  design  and  construction. 

To  get  the  best  results  in  the  general  design  of  a  galvanometer, 
one  should  be  reasonably  familiar  with  the  performance  and  con- 
struction of  somewhat  similar  galvanometers  (know  both  their 
operation  and  their  intrinsic  constants)  and  know  fairly  definitely 
the  properties  of  the  materials  available  for  the  construction  of 
the  proposed  galvanometer.  Usually  the  general  design  should 
be  considered  as  subject  to  slight  modifications  until  the  size  of 
the  mirror,  the  size  of  the  wire,  nmnber  of  tiuns  of  and  dimen- 
sions of  the  winding,  the  strength  of  the  magnetic  field,  the  kind 
of  material,  section  and  length  of  the  suspensions,  and  most  of  the 
details  of  construction  are  decided  upon. 
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4.  DESIGN  FOR  CURRSNT  SENSITIVITT 

Here  the  problem  is  to  design  a  galvanometer  which  shall  be 
suitable  for  use  in  class  A  measurements,  that  is,  in  those  measure- 
ments in  which  the  galvanometer  serves  to  detect  or  measiu^  a 
small  cmrent  in  a  circuit  of  high  resistance.  (See  p.  212.)  In 
general,  this  resistance  may  be  presumed  to  be  so  high  that  no 
accotmt  need  be  taken  of  the  effect  of  the  resistance  of  the  galva- 
nometer, or  of  the  voltage  generated  by  the  motion  of  its  moving 
system  upon  the  magnitude  of  the  current.  Stating  the  situation 
in  a  slightly  different  way,  the  power  which  can  reasonably  be 
dissipated  in  the  resistance  of  the  galvanometer  (Rgi^)  plus  that 
which  can  be  converted  into  mechanical  power  (i  e\  where  e'  is 
is  the  voltage  generated  by  the  motion  of  the  moving  system)  is  so 
small  in  comparison  with  the  power  supplied  to  the  circuit  that  no 
account  need  be  taken  of  it.  We  may,  therefore,  make  the  resist- 
ance, or  any  other  of  the  intrinsic  constants,  practically  as  large 
as  we  please. 

More  specifically,  the  problem  is  to  design  a  galvanometer  to 
be  critically  damped  in  a  circuit  of  very  high  resistance  and  have 
a  certain  deflection  period  and  current  sensitivity. 

Equations  (51)  to  (56),  inclusive,  give  the  relations  which  must 
be  satisfied  in  the  general  design.  Here,  R  is  the  resistance  which, 
when  connected  in  series  with  the  galvanometer,  gives  critical 
damping.  With  the  galvanometer  connected  in  a  circuit  of  very 
high  resistance,  it  is  tiie  value  of  the  shimt  necessary  to  produce 
critical  damping.  If  there  is  a  second  winding  for  which  the  ratio 
of  dynamic  constant  to  resistance  is  such  as  will,  in  itself,  give 
critical  damping,  then  the  shtmt  may  be  dispensed  with,  that  is, 
R  may  be  taken  as  indefinite.  There  is,  therefore,  no  definite 
limit  for  the  value  of  /?.  It  is  desirable,  however,  either  to  have 
a  shimt  of  only  moderately  high  resistance  or  to  dispense  with  it 
entirely.  If  i?  is  to  be  only  moderately  high,  the  first  matter  to 
be  decided  upon  in  the  general  design  is  the  resistance  of  the  gal- 
vanometer. In  this  choice  much  will  depend  upon  the  size  and 
properties  (especially  magnetic  impurities  and  thickness  of  the 
insulation)  of  the  wire  available  for  winding  the  coil;  the  size  and 
kind  of  wire  available  for  the  suspensions;  the  period,  sensiti\aty, 
size  of  mirror,  and  ruggedness  of  the  instrument  desired;  and  the 
skill  of  the  person  who  is  to  construct  it.  If  the  sensitivity  is  to 
be  high  the  winding  should  be  of  fine  wire,  the  nimiber  of  turns 
should  be  fairly  large,  and  the  magnetic  field  should  be  strong. 
However,  there  is  little  or  no  advantage  in  increasing  the  nimiber 
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of  turns  to  the  point  at  which  the  inertia  constant  increases  as 
rapidly  as  the  dynamic  constant. 

Having  decided  upon  a  value  for  the  resistance  of  the  galva- 
nometer, experience  shows  that  the  external  critical  resistance  may 
be  chosen  from  2  to  20  times  /?,,  the  resistance  of  the  galvanom- 
eter (10  to  100  times  Rg  if  the  deflection  period  is  long).  Next, 
a  value  may  be  chosen  for  the  damping  constant  D.  This  value 
must  necessarily  be  less  than  the  maximum  corresponding  to  the 
chosen  values  for  the  resistances  and  specified  values  for  the 
deflection  period  and  current  sensitivity  as  shown  by  equation 
(51).  The  corresf)onding  values  for  the  inertia  constant  K,  the 
restoring  constant  I/,  and  the  dynamic  constant  G  may  then 
readily  be  calculated  from  equations  (52)  to  (56),  inclusive,  using 
the  positive  sign  in  equation  (56).  The  preliminary  values  for  the 
intrinsic  constants,  fotmd  in  this  way,  may  be  modified  to  suit 
better  the  conditions  met  in  the  detail  design. 

As  an  example,  assiune  that  a  galvanometer  is  desired  to  have  a 
deflection  period  of  six  seconds,  a  current  sensitivity  of  2000  mm 
per  microampere  and  be  critically  damped  with  a  resistance  in 
parallel  of  2000  ohms;  that  is,  a  galvanometer  for  which 

Td  -  6, 5i «  2000,  and  R  —  2000 

Here  the  sensitivity  and  resistance  are  expressed  in  the  imits  com- 
monly used,  while  up  to  this  point  it  has  been  assumed  that  all 
quantities  would  be  expressed  in  cgs  units  or  in  the  same  system 
of  tmits. 

Expressing  the  current  sensitivity  in  terms  of  the  deflection  on  a 
scale  I  meter  in  front  of  the  mirror  in  millimeters  per  microampere, 
the  resistances  in  ohms,  the  deflection  period  in  seconds,  and  the 
intrinsic  constants,  other  than  the  resistance  of  the  galvanometer, 
in  cgs  tmits,  requires  a  change  in  the  constant  in  the  equations 
expressing  the  relations  between  the  various  constants.  Making 
this  change  in  equations  (51)  to  (56),  which  give  the  relations 
which  must  be  satisfied  in  this  case,  they  may  be  written  as  follows: 


^=    Si' 

^    o.^TT^Rmp 


(78) 
(79) 


^^.2,7T,Rmp  ^^^ 


^    64  oooTdRp 


(81) 
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where 

m^RKR-^Rg)  (82) 

and 

/>-K[i±Vi-5iZ?/Ti?tn]  (83) 

From  experience  with  other  galvanometers,  we  would  judge 
that  it  would  be  convenient  to  make  the  coil  and  suspensions 
in  such  a  way  as  to  have  a  resistance  in  the  neighborhood  of 
200  ohms.  Using  this  value  for  Rg  and  2000  for  R,  it  follows 
from  equation  (82)  that 

m^o.gi 

and  using  this  value  for  m  and  the  specified  values  for  the  opera- 
tion constants,  it  follows  from  equation  (78)  that 

D<o.oi6 

Taking  Z?- 0.008 

gives,  from  equation  (83), 

/>-o.85 

Values  for  K,  U,  and  G  are  then  obtained  from  equations  (79), 
(80),  and  (81),  using  these  values  for  m  and  p  and  the  specified 
values  for  the  operation  constants.     Proceeding  in  this  way  gives 

if -0.027,  /?  =0.008,  f/ -=0.029 

G  —  330000,  and  Rg  =  200 

These  constitute  a  set  of  values  for  the  intrinsic  constants  which 
give  the  specified  values  for  the  operation  constants. 

These  values  for  the  period,  cmrent  sensitivity,  and  external 
critical  resistance  are  those  given  by  the  Leeds  &  Northrup  Co." 
for  their  type  of  high  sensitivity  galvanometer.  The  value  chosen 
for  the  resistance,  however,  is  considerably  less  than  the  value 
which  they  give.  Consequently,  their  values  for  the  other  intrinsic 
constants  must  differ  slightly  from  these  values. 

It  is  to  be  tmderstood  that  these  values  for  the  intrinsic  con- 
stants would,  in  all  probability,  be  changed  slightly  to  better 
satisfy  conditions  met  in  the  detail  design.  However,  a  change 
of  a  htmdred  ohms  in  the  resistance  of  the  galvanometer,  so  that 
we  could  use  a  particular  size  of  wire  that  might  be  available, 
would  not  necessitate  any  very  appreciable  changes  in  the  other 
intrinsic  constants.  If,  on  considering  the  detail  design,  it  should 
be  found  that  it  would  be  better  to  have  all  the  intrinsic  constants 
larger,  all  that  would  be  necessary  would  be  to  choose  a  corre- 
spondingly larger  value  for  R. 

"  See  Leeds  aod  Northrup.  Bulletin  No.  288. 


Digitized  by 


Google 


234  Bulletin  of  the  Bureau  of  Standards  Woi.  13 

In  designing  a  galvanometer  to  be  critically  damped  without  a 
shmit,  the  simpler  equations  (57),  (58),  and  (59)  may  be  used. 
Changing  the  constant  of  the  latter  to  correspond  with  the  unit  of 
sensitivity  used  here,  these  may  be  rewritten  as  follows 

jR:=o.o8ordZ?  (84) 

l/-3.i4Z?/rd  (85) 

G^i570oSiD/T^  (86) 

It  will  be  noticed  that  the  resistance  of  the  galvanometer  does 
not  appear  here  and  that  there  are  only  three  conditions  to  be 
satisfied.  Therefore,  in  addition  to  the  resistance  any  other  one 
of  the  intrinsic  constants  may  be  chosen  entirely  arbitrarily.  The 
problem  of  the  design,  however,  is  not  materially  different  from 
that  just  considered,  except  that  some  means  must  be  provided 
for  producing  the  necessary  damping,  since  conditions  are  such 
that  the  voltage  generated  by  the  motion  of  the  moving  S3rstem 
can  have  no  appreciable  effect  upon  the  magnitude  of  the  current 
in  the  winding.  If  this  is  to  be  accomplished  by  an  auxiliary 
winding  closed  upon  itself,  the  constants  of  this  winding  may  be 
readily  calculated  after  K  and  U  are  determined,  providing  D\ 
the  damping  constant  with  both  main  and  auxiliary  windings 
open,  is  small  in  comparison  with  -^KU  or  is  known  approxi- 
mately. From  equation  (76)  it  follows  that  the  relation  which 
must  be  satisfied  is 

^^[2./UK^D']xio^  (87) 

where  g  is  the  dynamic  constant  of  the  auxiliary  winding  in  cgs 
units  and  /  its  resistance  in  ohms. 

In  case  one  does  not  care  to  work  out  the  details  of  a  design  to 
such  an  extent  as  will  give  specified  values  for  the  operation  con- 
stants and  yet  wishes  to  construct  a  galvanometer  having  a  high 
current  sensitivity  and  a  short  deflection  period,  he  should  make 
the  ratio  of  the  value  for  the  dynamic  constant  to  the  value  for 
the  inretia  constant  ^^  as  large  as  practicable.  This  follows  from 
equations  (84)  and  (86) ,  which  shows  that  for  this  case 

5*1      <;i(7 
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5.  DESIGN  FOR  VOLTAGE  SENSinVITT 

Here  the  problem  is  to  design  a  galvanometer  which  shall  be 
suitable  for  use  in  class  B  measurements,  that  is,  in  those  meas- 
urements in  which  the  galvanometer  serves  to  detect  or  measm-e 
a  small  voltage  in  a  circuit  of  fairly  low  resistance.  (See  p.  213.) 
The  resistance  of  the  galvanometer  and,  dining  the  time  the 
deflection  is  changing,  the  voltage  generated  by  the  motion  of  its 
moving  system  have  a  marked  effect  upon  the  magnitude  of  the 
current,  and  consequently  upon  the  magnitude  of  the  torque 
acting  upon  the  moving  S3rstem. 

Usually  the  apparatus  with  which  the  galvanometer  is  used 
(and  in  which,  imder  definite  conditions,  there  is  a  voltage  to  be 
detected  or  measm^)  has  a  certain  resistance  between  the 
terminals  to  which  the  galvanometer  is  connected.  If  this  resist- 
ance is  R  and  the  voltage  e,  the  maximum  ciurent  that  may  be 
drawn  from  these  terminals  is  e/R  and  the  power  which  may  be 
dissipated  in  apparatus  connected  between  tJhe  terminals  can  not 
under  any  condition  be  more  than  e*/^.  This,  therefore,  is  the 
maximimi  possible  value  for  power  available  for  producing  a 
deflection  of  the  galvanometer. 

However,  except  by  a  motion  of  the  moving  system,  this  elec- 
trical power  can  not  be  converted  into  mechanical  power.  There- 
fore, the  amotmt  of  energy  available  for  producing  a  deflection  of 
the  galvanometer  is  T^e^/^R.  The  potential  energy  represented  by 
the  deflection  must  necessarily  be  considerably  less  than  this 
amoimt,  since  the  displacement  of  the  moving  system  takes  place 
according  to  a  particular  law,  as  shown  by  equation  (18),  so  that 
the  back  or  generated  voltage  is  not,  except  at  certain  instances, 
of  the  magnitude  necessary  for  galvanometer  to  receive  the  maxi- 
mum available  power.  Further,  some  power  is  lost  in  the  resist- 
ance of  the  winding  and  in  air  friction,  and  in  the  auxiliary  closed 
winding,  if  there  is  one. 

The  problem,  therefore,  is  very  diflferent  from  that  which  has 
just  been  considered.  Instead  of  having  all  the  power  one  might 
care  to  dissipate  in  the  resistance  of  the  galvanometer  and  use  in 
producing  a  deflection,  the  amoimt  of  power  available  is  definitely 
limited.  Consequently  all  possible  ways  in  which  the  power  is 
used,  such  as  in  the  resistance  of  the  windmg,  in  the  damping 
frame  or  auxiliary  winding,  in  case  there  is  to  be  one,  as  well  as  in 
air  friction  and  in  twisting  the  suspensions  or  turning  the  magnet, 

50239^—16 5 
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it  must  considered.  It  might,  therefore  be  better  to  speak  of  the 
power  sensitivity,  or  possibly  the  energy  sensitivity,  rather  than 
the  voltage  sensitivity.  More  specifically,  the  problem  is  the 
design  of  a  galvanometer  to  be  critically  damped  when  connected 
to  an  external  circuit  having  a  resistance  /?,  to  have  a  certain 
sensitivity  5e  to  voltage  in  this  circuit,  and  to  have  a  certain 
deflection  period  Td. 

Equations  (45)  to  (50)  give  the  relations  which  must  be  satis- 
fied. If  the  sensitivity  is  expressed  as  the  deflection  on  a  scale  i 
meter  in  front  of  the  mirror  caused  by  an  impressed  voltage  of 
I  microvolt,  the  resistances  are  expressed  in  ohms  and  the  other 
quantities  are  expressed  in  cgs  units,  these  equations  may  be 
written  as  follows: 

D<^^  (89) 

^^o,3g^  (90) 

where 

m-^RKR.+R)  (93) 

and 

n - K[i  ±  ^fT-DRSTlf?^  (94) 

The  first  thing  to  be  done  is  to  decide  upon  a  value  for  Rg,  the 
resistance  of  the  galvanometer.  This  value  when  substituted  in 
equation  (93)  gives  a  value  of  m.  Then  from  equation  (89)  the 
maximum  possible  value  for  D,  the  damping  constant,  is  obtained. 
Choosing  a  smaller  value  for  D,  a  value  for  n  is  obtained  from 
equation  (94) .  These  values  for  m  and  n,  and  the  specified  values  for 
the  operation  constants  substituted  in  equations  (90),  (91),  and 
(92)  give  values  for  the  remaining  intrinsic  constants  jFC,  U,  and  G. 

It  will  be  observed  that  the  higher  the  sensitivity  and  the  shorter 
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inertia  and  restoring  constants.  In  the  general  design  of  such 
galvanometers  we  should  therefore  aim  to  keep  these  constants 
about  as  high  as  is  possible.  Since  particular  values  usually  are 
desired  for  Td,  /?,  and  5e  the  only  place  where  there  can  be  much 
choice  is  in  the  values  of  m  and  n,  which  should  be  kept  as  near 
unity  as  is  practicable.  That  is,  the  values  for  Rg  and  D  should 
be  so  chosen  that  Rg  is  small  in  comparison  with  R,  D  is  small  in 
comparison  with  its  maximtun  possible  value,  and  the  plus  sign  in 
equation  (94)  should  be  used.  The  procediu^  given  here  is  one 
that  we  have  been  using  for  the  past  three  years,  and  a  fairly 
large  niunber  of  general  designs  have  been  made.  In  a  few  cases 
the  corresponding  detail  designs  have  been  worked  out  and  the 
galvanometers  constructed. 

For  example,  let  us  consider  the  general  design  of  a  moving  coil 
galvanometer  to  be  critically  damped  with  an  external  resistance 
of  20  ohms,  to  have  a  deflection  period  of  10  seconds,  and  a  sensi- 
tivity of  20  mm  per  microvolt,  that  is,  have 

R  =  20,  Td  =  10,  and  5©  —  20 

From  experience  in  the  construction  of  sensitive  galvanometers 
we  know  that  for  the  suspensions  of  this  galvanometer  very  fine 
wire  must  be  used,  and  that  it  would  be  diflicult  to  make  their 
resistance  much  less  than  10  ohms.  We  also  know  that  there 
need  be  no  difficulty  in  making  the  coil  so  as  to  have  a  resistance 
of  less  than  5  ohms.  Taking  /?,  =  12  gives,  from  equation  (93), 
tw=o.62,  and  this  value  of  m  gives,  from  equation  (94),  D^o.008. 
From  experience  in  the  construction  of  somewhat  similar  galva- 
nometers we  know,  if  we  are  to  use  an  approximately  imif  orm  radial 
field  with  a  coil  8  to  10  mm  wide  and  10  to  15  mm  long,  we  would 
have  difficulty  in  making  the  damping  constant  much  less  than 
0.004.  Taking  this  value  for  D  gives,  from  equation  (94),  n  — 
0.85.  Values  for  the  remaining  intrinsic  constants  are  then 
obtained  from  equations  (90),  (91),  and  (92)  by  substituting 
these  values  for  m  and  n  and  the  specified  values  for  the  operation 
constants.     This  procediu-e  gives  as  a  complete  set  of  values 

if =0.021,  Z)  =0.004,  L^= 0.0084 

G  =  19  500,  and  /?  =  1 2 

Thft  oralvanometers  **  -whirh  we  Hesicmate  as  f vne  M  have  fwith 
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It  may  be  of  interest  to  notice  that  the  maxunum  values  possible 
for  the  different  intrinsic  constants  are  as  follows: 

1^=0.040,  Z?  =0.008,  I/«  0.016 

G  =  23  000,  and  Rg  no  limit 

and  that  K,  U,  and  G  can  be  made  to  have  these  values  only  in 
case  Rg  can  be  made  very  small  in  comparison  with  R,  and  D  can 
be  made  very  small  in  comparison  with  its  maximum  possible 
value.  It  may  also  be  of  interest  to  notice  that  should  a  galvanom- 
eter be  desired  having  the  same  external  critical  resistance  and 
sensitivity  but  a  deflection  period  only  half  as  long,  the  inertia 
constant  would  necessarily  be  only  one-eighth  as  large."  Also 
the  suspension  or  restoring  constant,  instead  of  being  larger, 
would  necessarily  be  only  about  one-half  as  large. 

6.  DESION  FOR /id/  SENSITIVITY 

Here  the  problem  is  to  design  a  galvanometer  suitable  for  use  in 
class  C  measurements,  that  is,  in  those  measiuements  in  which  the 
galvanometer  serves  to  measure  a  small  quantity  or  current 
impulse.  (See  p.  213.)  Usually  the  current  impulse  results  from 
condenser  charge  or  discharge,  so  that  while  resistance  in  the 
circuit  affects  the  duration,  in  most  cases,  it  does  not  affect  the 
magnitude  of  the  impulse. 

Only  where  the  resistance  is  excessively  high,  much  higher  than 
there  is  any  need  for  making  the  winding  of  a  galvanometer,  is 
there  any  appreciable  reduction  in  the  throw  because  of  the 
resistance.  The  problem  of  the  general  design  is  therefore  some- 
what similar  to  that  in  which  the  sensitivity  to  be  considered  is 
to  current,  except  that  the  relation  between  the  ballistic  period 
and  the  intrinsic  constants  is  very  different  from  the  relation 
between  the  deflection  period  and  the  intrinsic  constants.  More 
specifically,  the  problem  is  to  design  a  galvanometer  to  have  cer- 
tain particular  values  for  its  ballistic  period  and  Jidt  or  quan- 
tity sensitivity,  and  be  critically  damped  on  open  circuit  or  when 
shtmted  with  a  fairly  high  resistance. 
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Let  us  assume  that  we  will  make  the  resistance  any  value  which 
the  detailed  design  shows  will  be  convenient,  and  that  we  will 
make  if  =  o.  10  cgs  units.  Since  the  fidt  sensitivity  is  expressed  as 
the  deflection  on  a  scale  i  meter  in  front  of  the  mirror  in  millimeters 
per  microcoulomb,  if  the  other  quantities  are  to  be  expressed  in 
cgs  units,  then  equations  (73),  (74),  and  (75),  which  apply  in  this 
case,  may  be  written  as  follows: 

D'^2KITy,  (95) 

U^K/n^  (96) 

G-^  13600  s^Kn  (97) 

From  these  the  values  of  Z?,  U,  and  G  may  be  readily  obtained 
by  a  substitution  of  the  particular  values  of  K,  Th,  and  Sq.  This 
gives  for  the  intrinsic  constants 

Z?— o.io,  if =0.10,  f/ ==0.025 

G  =  860000,  and  Rg  =  any  value 

If  the  galvanometer  is  to  be  of  the  moving  coil  type  and  have 
the  pole  pieces  and  core  so  shaped  as  to  give  practically  a  radial 
field,  we  know  from  experience  that  the  damping  constant  Z?' 
(resulting  mainly  from  air  friction)  is  likely  to  be  in  the  neighbor- 
hood of  0.03  unless  some  effort  is  made  to  make  it  imusually  small. 
For  critical  damping  the  difference  between  D  and  D\  amounting 
to  0.07,  must  be  provided  for  in  some  way.  If  this  is  to  be  by  an 
auxiliary  winding  closed  upon  itself,  then  from  equation  (76)  the 
relation  between  its  d)mamic  constant  g  expressed  in  cgs  tmits 
and  its  resistance  r'  expressed  in  ohms  must  be  such  that 

^,X  io"*=o.o7 

If  conditions  are  met  in  the  detail  design  which  show  that  there 
would  be  an  advantage  in  having  larger  or  smaller  values  for  the 
intrinsic  constants,  there  would  be  no  difficulty  in  finding  a  new 
set  differing  widely  from  these  yet  giving  the  same  values  for  the 
operation  constants. 

T^nr  a  orfllvannrnptpr  tn  hp  fK;liiiTiti»H  «o  i:hf\i^  rrifiral  Hamntnc  is 
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from  equations  (71)  and  (67)  an  upper  limit  for  the  damping  con- 
stant. Choosing  a  smaller  value  for  the  damping  constant,  values 
for  the  remaining  intrinsic  constants  may  be  calculated  from 
equations  (68),  (69),  and  (70).  Here  the  constants  of  the  equa- 
tions must  be  changed  unless  all  qauntities  are  expressed  in  cgs 
imits. 

7.  DESION  FOR  fedt  SENSmvrTY 

Here  the  problem  is  to  design  a  galvanometer  which  shall  be 
suitable  for  use  in  class  D  measurements,  that  is,  in  those  measure- 
ments in  which  the  galvanometer  serves  to  detect  or  measure 
small  voltage  impulses  in  circuits  of  fairly  low  resistance.     (See 

p.  213.) 

Both  the  resistance  of  the  galvanometer  and  the  voltage  gen- 
erated by  the  motion  of  the  moving  system  have  a  marked  effect 
upon  the  magnitude  of  the  current  (the  latter,  of  course,  only 
while  the  deflection  is  changing)  and  consequently  upon  the  mag- 
nitude of  the  ballistic  throw.  The  problem  of  the  design  is  there- 
fore somewhat  similar  to  that  in  which  the  sensitivity  to  be  con- 
sidered is  to  voltage.  The  effects  of  the  resistance  of  the  winding, 
of  the  damping  on  open  circuit,  and  of  the  voltage  generated  by 
the  motion  of  the  moving  system  are  very  similar.  More  spe- 
cifically, the  problem  is  to  design  a  galvanometer  which  shall  be 
critically  damped  when  connected  to  an  apparatus  having  a  cer- 
tain resistance,  have  a  certain  sensitivity  to  a  voltage  impulse  in 
the  apparatus,  and  have  a  certain  ballistic  period. 

The  relations  which  must  be  satisfied  are  given  by  equations 
(61)  to  (66),  inclusive.  In  case  the  sensitivity  is  expressed  as  the 
deflection,  on  a  scale  i  meter  in  front  of  the  mirror,  in  millimeters 
per  microvolt-second,  the  resistances  are  expressed  in  ohms  and  the 
other  quantities  are  expressed  in  cgs  imits,  these  relations  may  be 
written  as  follows: 

-,      lO.Swt; 

G-I4L^^'  (xoi) 
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In  canying  out  any  particular  design  the  first  thing  to  be 
decided  upon  is  the  resistance  of  the  galvanometer,  and  it  will  be 
observed  that,  in  general,  the  higher  the  value  chosen  for  the 
resistance  the  smaller  all  the  other  intrinsic  constants  must  be 
made.  For  sensitive  galvanometers,  difficulties  are  met  in  the 
detailed  design  and  construction  if  the  inertia  and  restoring  con- 
stants must  be  small.  It  is  therefore  desirable  to  choose  a  value 
for  Rg  which,  if  practicable,  is  small  in  comparison  with  R.  Hav- 
ing decided  upon  a  value  for  Rg,  a  value  must  be  chosen  for  the 
damping  constant,  D.  If  practicable,  this  value  should  be  not 
more  than  half  the  maximum  possible  value  as  given  by  equation 
(98).  A  much  larger  value  for  D  would  require  making  K  and  U 
considerably  smaller. 

For  example,  let  us  consider  the  general  design  of  a  galvanom- 
eter to  be  critically  damped  in  a  circuit  of  25  ohms,  not  including 
the  resistance  of  the  galvanometer;  to  have  a  ballistic  period  of 
I  second,  and  a  sensitivity  of  i  mm  per  microvolt-second.  That 
is  a  galvanometer  for  which 

/J-25,  rb-i,andSa-i. 

If  the  galvanometer  is  to  be  of  the  moving  coil  type,  from 
experience  in  the  construction  of  similar  galvanometers  we  know 
that  it  would  be  difficult  to  make  the  resistance  much  less  than 
10  ohms.  Taking  Rg  as  10  gives,  from  equation  (102),  tw-0.71. 
This  value  m  gives,  from  equation  (98),  0.03S  as  the  maximum 
possible  value  for  D.  Taking  Z?=«  0.019  gives,  from  equation 
(103),  y-0.85.  Values  for  the  remaining  intrinsic  constants  are 
then  readily  obtained  from  equations  (99),  (100),  and  (loi),  and 
we  have  as  the  complete  set 

iC— 0.062,  /?— 0.019,  f/=- 0.062 

G  -  62  600,  and /?,  - 10. 

With  suitable  material  there  should  be  little  or  no  diffictilty  in 

carrying  out  the  detailed  design  and  construction  so  as  to  obtain 

very  nearly  these  intrinsic  constants.     A  consideration  of  the 

detailed  design  would,  no  doubt,  suggest  some  slight  changes  in 

the  general  design. 

8.  DBTAIL  DBSION 
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obtain  for  the  intrinsic  constants  the  values  which  the  general 
design  shows  they  should  have.  It  also  includes  devising  some  of 
the  procedures  to  be  followed  in  the  construction,  means  for 
adjusting,  a  consideration  of  the  general  appearance,  etc.  In  case 
the  galvanometer  is  to  be  of  the  moving  magnet  type,  means  for 
astaticizing  and  shielding  against  outside  magnetic  fields,  arrange- 
ment of  soft  iron  cores,  if  any  are  to  be  used,  etc.,  must  also  be 
decided  upon. 

If  materials  were  available  having  just  the  form  we  should  like 
and  having  just  the  properties  we  should  like,  the  detail  design,  and 
also  the  construction  of  sensitive  galvanometers,  would  present  no 
special  difficulties.  However,  the  materials  available  are  gen- 
^TdlXy  not  in  the  most  suitable  form  and  are  more  or  less  lacking  in 
the  properties  we  should  like  them  to  have.  The  winding,  which 
should  be  nonmagnetic,  is  usually  slightly  magnetic  in  fairly  weak 
fields  and  more  magnetic  in  strong  fields,  the  wire  available  for  the 
winding  and  for  the  suspensions  has  resistance,  the  magnet  steel 
may  not  be  capable  of  maintaining  the  desired  field  imless  the 
magnet  is  made  larger  or  the  air  gap  smaller  than  we  should  like, 
the  wire  of  the  winding  must  be  insulated  and  the  insulation  adds 
to  the  mass  and  takes  up  valuable  space,  and  even  the  air  damps 
the  motion  of  the  moving  system  and  thus  adds  to  the  energy 
necessary  to  produce  a  deflection.  If  the  galvanometer  must  be 
especially  delicate,  much  will  necessarily  depend  upon  the  skill 
and  even  the  temperament  of  the  person  who  is  to  carry  out  the 
construction.  For  these  reasons  many  compromises  must  be  made 
so  that  the  design  may  not  be  so  much  what  is  desired  as  what 
seems  most  feasible  tmder  the  particular  circumstances.  Such 
compromises  as  are  made  must  necessarily  be  made  in  such  a  way 
as  to  retain  those  values  for  the  intrinsic  constants  given  by  the 
general  design,  except  as  the  general  design  may  be  modified  to 
meet  better  the  conditions  encountered  in  the  detail  design  or 
construction. 

Because  the  materials  available  may  not  be  in  a  suitable  form 
or  may  not  have  suitable  properties,  the  detail  design  and  con- 
struction may  present  serious  difficulties  or  even  be  impossible  of 
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tion  is  given  of  a  particular  type  of  instrument,  and  possibly  in 

later  papers  matters  pertaining  to  detail  design  and  construction 

may  be  considered. 

IV.  SUMMARY 

1.  Attention  is  called  to  the  fact  that  galvanometers  are  used 
critically  damped  or  approximately  critically  damped  in  four  dis- 
tinct classes  of  measurements,  in  each  of  which  the  sensitivity 
with  which  the  user  is  concerned  is  with  respect  to  a  di£ferent 
quantity.  In  the  first,  it  is  with  respect  to  current  in  a  circuit  of 
high  resistance;  in  the  second,  it  is  to  voltage  in  a  circuit  of  fairly 
low  resistance;  in  the  third,  it  is  to  ciurent  impulse  in  a  circuit 
containing  a  condenser;  and  in  the  fourth,  it  is  to  voltage 
impulse  in  a  circuit  of  fairly  low  resistance. 

2.  A  clear  distinction  is  made  between  these  sensitivities  and 
other  operation  constants  in  which  the  user  of  the  galvanometer 
may  be  interested,  and  the  inertia  constant,  the  damping  constant, 
the  restoring  constant,  the  dynamic  constant,  and  the  resistance, 
these  latter  being  the  construction  or  intrinsic  constants  with  which 
the  maker  of  the  galvanometer  is  concerned. 

3.  It  is  pointed  out  that  for  any  one  of  these  classes  of  work  the 
user  is  concerned  at  most  with  but  three  operation  constants, 
while  the  galvanometer  has  five  intrinsic  constants.  Hence,  dif- 
ferent values  for  the  intrinsic  constants  may  give  identical  values 
for  the  operation  constants;  or,  in  the  design  of  a  galvanometer 
to  have  particular  values  for  its  operation  constants,  values  for 
some  of  the  intrinsic  constants  may  be  chosen  arbitrarily. 

4.  It  is  shown  that  in  all  cases  the  value  for  the  resistance  of 
a  galvanometer  may  be  chosen  arbitrarily  without  interfering  in 
any  way  with  the  determination  of  values  for  the  remaining 
intrinsic  constants  such  that  the  galvanometer  will  have  the  pre- 
viously selected  or  specified  values  for  the  set  of  operation  con- 
stants pertaining  to  any  one  of  the  four  classes  of  measurements. 
However,  in  many  cases,  imless  a  fairly  low  value  is  chosen,  there 
may  be  difficulties  in  carrying  out  the  construction. 

5.  For  galvanometers  to  be  used  in  the  detection  or  measure- 
ment of  cturent  in  a  circuit  of  high  resistance  or  of  current 
impulse  in  a  circuit  containing  a  condenser,  it  is  shown  that  in 
addition  to  a  value  for  the  resistance  a  value  for  any  other  one  of 
the  intrinsic  constants  may  also  be  chosen  arbitrarily^ ;  and  values 
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eter  is  to  be  critically  damped  with  the  winding  open-circuited. 
In  case  a  shunt  is  to  be  used  to  bring  about  critical  damping,  cor- 
responding arbitrary  choices  in  values  may  be  made. 

6.  For  galvanometers  to  be  used  in  the  detection  or  measure- 
ment of  voltage  or  voltage  impulse  in  circuits  of  fairly  low  resist- 
ance, it  is  shown  that  when  a  value  is  chosen  for  the  resistance  an 
upper  limit  for  the  damping  constant  may  at  once  be  calculated. 
Choosing  a  value  under  this  limit,  values  for  the  remaining  intrinsic 
constants  may  readily  be  calculated  to  give  previously  selected  or 
specified  values  for  the  operation  constants  pertaining  to  either 
of  these  two  classes  of  measurements.  Attention  is  called  to  the 
fact  that  the  higher  the  sensitivity  and  external  critical  resistance, 
and  the  shorter  the  period  desired,  the  smaller  must  be  the  inertia 
constant  and  the  restoring  constant. 

7.  The  detail  design  of  a  galvanometer,  which  consists  in  decid- 
ing upon  the  size  and  proportions  of  the  magnet;  the  size,  shape, 
and  number  of  turns  and  size  of  wire  for  the  winding;  the  size, 
shape,  and  kind  of  material  to  be  used  for  the  suspension,  and  all 
such  matters,  are  considered  briefly;  and  it  is  pointed  out  that 
much  must  necessarily  depend  upon  the  properties  of  the  materials 
available  for  use  in  the  construction  and,  especially  in  case  the  gal- 
vanometer must  be  delicate,  much  must  also  depend  upon  the  skill 
in  manipulation  of  the  person  who  is  to  carry  out  the  construction. 

This  paper  relates  to  a  part  of  a  general  investigation  of  galva- 
nometers which  is  being  carried  on  by  the  author  and  Ernest 
Weibel,  who  has  made  valuable  suggestions  concerning  matter 
discussed  here. 

Washington,  December  30,  191 5. 
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and  demand  for  such  work  on  account  of  its  importance  to  astrono- 
mers, metrologists,  physicists,  and  chemists.  It  may  be  stated 
that  the  demand  for  more  acciu^e  wave  lengths  is  increasing. 
This  demand  is  being  made  by  the  theoretical  ph5^icist  and  also 
by  the  anal3rti,cal  chemist.  Some  instances  have  come  to  the 
attention  of  the  Biu-eau  in  the  past  year  in  which  it  was  difficult 
or  impossible  to  make  an  analysis,  due  to  the  present  imperfect 
state  of  wave-length  determinations.  The  first  step  must  be  to 
determine  the  standards  of  wave  length  and  it  is  the  purpose  of 
this  Bureau  to  make  such  determinations  as  acciu-ately  as  pos- 
sible throughout  the  entire  length  of  spectrum  which  can  be 
photographed.  The  present  article  is  a  continuation  of  the  work 
published  in  the  paper  to  which  reference  was  made  above.  In 
that  paper  the  reason  for  using  the  iron  spectrum  was  given, 
the  present  state  of  standards  was  discussed,  and  the  hope  of 
cooperation  with  other  observers  was  expressed. 

n.  THE  REGION  OF  THE  SPECTRUM  COVERED 

The  present  paper  covers  the  region  3233A  to  6750A  (iA«  i  X 
io"^mm),  the  whole  range  of  the  international  standards.  There 
are  too  few  of  these  standards  for  many  pmposes,  so,  wherever 
it  was  possible,  lines  were  observed  at  intervals  of  about  loA; 
that  is,  the  wave  length  of  each  successive  line  is  loA  greater 
than  that  of  the  line  preceding.  At  many  points  in  the  iron 
spectnun  it  is  impossible  to  find  sharp  lines  of  sufficient  intensity 
at  such  close  intervals.  In  some  cases,  lines  of  an  unsatisfactory 
character  were  meastu*ed  in  these  regions  and  experience  may 
prove  that  these  lines  are  worthless  as  standards.  No  impurity 
lines  were  observed.  The  advisability  of  using  impiuity  lines  to 
fill  gaps  in  the  iron  spectnun  will  be  taken  up  in  a  later  publica- 
tion. At  present  we  are  of  the  opinion  that  these  lines  should 
be  used  with  circumspection. 

m.  APPARATUS 

The  apparatus  used  was  similar  to  that  previously  described.* 
The  light  from  the  arc  was  focused  on  the  interferometer  by 
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rators.  The  aperture  of  the  interferometer  was  limited  to  9  mm 
by  a  diaphragm.  The  interference  rings  were  projected  upon  the 
sUt  either  by  means  of  a  qnartz-fluorite  lens  or  by  a  glass  lens 
which  was  achromatic  throughout  the  visible  spectrum.  This 
latter  was  designed  by  Mr.  Tillyer  and  made  at  the  Bureau  of 
Standards.  The  spectrum  was  formed  by  an  Anderson  concave 
grating  motmted  in  parallel  light.  The  first  order  is  very  bright 
on  one  side,  and  the  second  on  the  same  side  is  quite  satisfactory 
in  this  respect.  In  the  second  order  the  scale  is  5A  per  milli- 
meter; about  900A  can  be  photographed  in  sharp  focus  in  the 
second  order,  and  1800A  in  the  first.  The  grating  was  ruled 
299  lines  per  millimeter,  there  being  39  800  lines  in  all.  Light 
passing  through  the  slit  fell  upon  a  concave  mirror,  from  which 
it  was  rettuned  as  a  parall€;l  beam  to  the  grating  placed  close 
beside  the  slit.  The  grating  was  moimted  on  one  end  of  a  webbed 
steel  beam  which  could  be  rotated  around  the  axis  passing  through 
the  center  of  the  grating.  The  other  end  of  the  beam  slipped 
along  a  double  track,  thus  bringing  the  different  orders  of  the 
spectrum  to  the  camera,  which  was  free  to  slide  lengthwise  of  the 
beam.  When  the  proper  region  was  reached  the  camera  was 
clamped  firmly  to  the  double  track,  which  was  strongly  cemented 
to  a  solid  brick  pier.  The  whole  apparatus  could  be  clamped  to 
massive  piers,  which  were  all  cemented  to  a  thick  concrete  floor. 
The  stability  of  the  spectroscope  apparently  leaves  nothing  to 
be  desired,  as  the  longest  exposures  were  perfectly  sharp.  On 
accoimt  of  the  fact  that  the  slit  and  the  center  of  the  grating 
are  4^  apart,  as  seen  from  the  mirror,  there  is  a  slight  astigmatism 
in  the  in[iage.  The  focus  of  the  camera  was  usually  set  to  make 
the  rings  sharp.  In  the  first  order  region,  4900A  to  6800A,  this 
procedure  broadened  the  lines  too  much  and  a  mean  focus  was 
used.  The  peculiar  bend  in  the  reduction  curve  in  this  region 
may  be  connected  with  this  fact. 

IV.  SOURCE 

The  source  was  an  arc  either  of  electrolytic  iron  or  of  Norway 
iron,  the  former  being  used  for  at  least  one  plate  in  each  region. 
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V.  THE  OBSERVATIONS 

Seed  27  plates  were  used  throughout,  but  to  photograph  the 
r^on  4900A  to  6750A  the  plates  were  bathed  in  pmaverdol  and 
dicyanin  with  ammonia.  In  the  region  3200A  to  4200A  there 
were  measm^:  Four  exposiu-es  of  i;  five  of  6;  one  each  of  15, 
20,  and  30;  and  two  of  60  minutes'  duration.  In  the  region 
3500A  to  4500A  the  exposures  were:  Five  of  2;  five  of  5;  two  of 
20;  and  three  of  25  minutes.  The  region  4100A  to  5100A  was 
covered  by  exposures  as  follows:  Three  of  3;  two  of  5;  one  of 
10;  fotu*  of  15;  one  of  25;  and  four  of  50  minutes.  Finally,  in 
the  region  4900A  to  6800A,  the  following  expostu-es  were  measured : 
One  of  i;  two  of  3;  three  of  5;  three  of  9;  two  of  15;  three  of 
20;  two  of  90;  and  one  each  of  65,  80,  and  100  minutes'  duration. 
The  first  three  regions  were  photographed  in  the  second  order; 
4900A  to  6800A  was  taken  in  the  first  order.  In  almost  every 
case  two  or  more  exposures  were  measured  on  the  same  plate. 

These  expostu-es  were  made  without  disturbing  the  interferome- 
ter. In  3  cases  out  of  24  there  was  a  change  in  the  thickness  of 
about  one  part  in  a  million,  and  in  a  few  other  cases  there  was  a 
barely  perceptible  change.  These  changes  were  probably  due  to 
a  variation  in  the  temperature,  although  the  thermometer  beside 
the  interferometer  registered  no  appreciable  change.  By  allow- 
ing the  light  to  fall  upon  the  int^erometer  for  half  an  hour 
before  taking  the  plate  this  trouble  could  be  avoided.  A  short 
exposure  was  alwa3rs  made  first,  and  another  short  exposiu^ 
usually  followed  the  long  one.  In  any  case,  each  exposing  was 
worked  out  by  itself  and  this  expansion  of  the  interferometer 
caused  no  difficulty.  In  a  few  cases  the  long  exposm^  on  a  plate 
was  too  dense  to  permit  of  acctu^te  measiu^ment  of  a  sufficient 
number  of  standards.  In  such  cases  the  long  and  short  expostues 
were  tied  together  by  lines  of  intermediate  intensity.  It  will  be 
seen  at  once  that  this  method  would  lead  to  erroneous  results 
in  case  there  were  an  intensity  equation.  The  question  will  be 
discussed  later  in  connection  with  the  grating  observations. 

VI.  METHOD 
I.  STANDARDS  AND  CORRECTIONS 

The  method  of  reduction  was  that  of  Buisson  and  Fabry,*  out- 
lined in  the  former  paper  on  wave  lengths.  Since  the  secondary 
I.  A.  standards  were  used,  it  is  probable  that  at  all  points  in  the 

*  Buisson  and  Fabry.  Astropb.  (8).  28,  (z)  p.  269;  390S. 
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spectrum  the  resulting  system  is  more  nearly  correct  than  would 
have  been  the  case  if  the  fundamental  standard  had  been  used. 
For  these  standards  are  the  result  of  three  independent  series  of 
observations,  and  in  the  mean  are  no  doubt  very  nearly  correct. 
The  use  of  the  fundamental  standard  would  have  introduced  the 
troublesome  question  of  phase  change,  and  the  results  would 
surely  have  been  no  more  nearly  correct  than  any  one  of  the  three 
original  series  of  observations.  Having  used  the  I.  A.  normals, 
it  is  probable  that  the  mean  wave  length  of  several  lines  near 
any  point  in  the  spectrum  is  very  nearly  as  accurate  as  the  I.  A. 
system  at  that  point.  Since  the  standards  were  distributed 
throughout  the  whole  region,  no  correction  to  normal  temperature 
and  pressure  was  necessary. 

2.  USE  OF  THREE  INTEItFEROMETERS 

In  one  particular  the  present  investigation  departs  from  the 
practices  of  former  observers,  namely,  in  the  use  of  at  least  three 
interferometers  for  the  observation  of  each  line.  This  procediu^ 
has  many  advantages.  For  one  thing,  some  lines  can  not  be 
observed  with  a  very  high  order  of  interference,  and  in  order  to 
measiu^  the  wave  lengths  of  these  lines  one  is  tempted  to  use  a 
low  order,  and  so  sacrifice  the  accuracy  that  might  be  obtained 
for  other  lines  in  using  a  thicker  interferometer.  By  using  a 
low,  an  intermediate,  and  a  high  order  these  poor  lines  may  be 
measured  with  some  accuracy,  and  the  accuracy  of  the  good  lines 
is  no  doubt  somewhat  increased.  The  wave  lengths  of  the  sharp 
lines  were  not  derived  by  means  of  the  thickest  interferometer 
alone  for  the  reason  that  it  was  considered  more  important  to 
eliminate  the  effect  of  a  small  error  in  the  determination  of  the 
angular  diameter  of  the  ring  system.  The  elimination  of  this 
error  is  accomplished  by  using  more  than  one  etalon,  since  the 
standards  are  situated  throughout  the  whole  region  tmder  obser- 
vation. In  changing  from  one  interferometer  to  another,  care 
was  taken  to  rotate  the  plates  with  respect  to  each  other  in  order 
to  minimize  the  effect  of  slight  irregularities  in  their  surfaces. 
In  the  case  of  double  lines,  the  components  may  be  nearly  in 
phase  in  one  interferometer  but  out  of  step  in  another.  In  this 
way  a  few  doubles  were  eliminated.  A  good  illustration  is  found 
in  5269.5A.  This  line  gives  sharp  interference  of  orders  38  thousand 
and  57  thousand,  but  shows  two  sets  of  rings  of  order  28  thousand. 
The  wave  lengths  of  the  two  components  are  5269.495   and 
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5269.595,  the  interval  being  great  enough  to  be  seen  with  a  large 
grating.  In  a  few  other  cases  the  wave  length  determined  by- 
one  interferometer  differed  too  much  from  that  found  by  means 
of  another,  and  the  line  was  discarded  on  the  ground  that  it 
might  be  a  close  double.  Poor  lines,  of  course,  could  not  be 
observed  with  the  higher  orders  of  interference,  and  no  line  which 
is  measiu'ed  by  means  of  only  one  interferometer  is  recommended 
as  a  standard  where  the  highest  acciuacy  is  involved. 

3.  RiEDUCTION 

Having  15  to  30  standards  on  each  plate,  the  thickness  of  the 
interferometer  was  determined  from  three  or  more  of  them  and 
all  wave  lengths  computed.  Then  all  available  standards 
(observed  minus  I.  A.)  were  represented  as  closely  as  possible  by  a 
smooth  curve.  The  curve  was  usually  a  straight  line  excepting 
in  the  region  4900A-6800A.  In  this  latter  region  the  line  was 
bent  at  6100A,  and  was  always  straight  from  6100A  to  6800A. 
This  bend  is  thought  to  be  due  to  instnmiental  causes,  yet  it 
may  be  due  in  part  to  inaccuracies  in  the  secondary  standards. 
Having  drawn  the  ciuve,  all  wave  lengths  were  corrected  by 
means  of  it. 

VIL  RESULTS 

1.  USE  OF  EARLIER  MEASUREMENTS 

In  the  region  3233A  to  3600A  all  wave  lengths  which  had  been 
published  by  the  Bureau  *  were  remeasured  by  means  of  at  least 
one  interferometer  whose  thickness  differed  from  that  used  in  the 
earlier  work.  If  the  new  wave  length  did  not  exactly  check  the 
old,  the  line  was  completely  remeasured.  All  lines  which  were 
poorly  determined  (marked  **C")  in  the  earlier  work  were  com- 
pletely remeasured;  this  includes  all  lines  between  3600A  and 
3701A.  The  mean  of  all  observations,  both  the  earlier  determi- 
nations and  those  made  by  the  writers,  was  used  to  form  the 
value  foimd  in  Table  i.  From  5434A  to  6750A  all  lines,  formerly- 
measured  by  Bums,*  were  completely  remeasured  unless  they 
were  too  faint  on  the  Bureau  plates.  Usually  the  mean  of  all 
observations,  the  early  measurements  by  Bums  and  those  by 
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However,  in  some  cases  the  dispersion  used  by  Bums  was  consid- 
ered inadequate  to  separate  close  pairs  sufficiently,  and  only  the 
observations  made  at  the  Bureau  were  used. 

2.  CHARACTBR  OF  UNBS 

The  limiting  order  with  which  a  line  can  be  observed  is  a  direct 
measure  of  its  sharpness.  Fiulher,  it  is  of  interest  to  know  that 
a  line  has  been  examined  by  means  of  more  than  one  interferom- 
eter, as  a  double  may  show  interference  of  a  high  order.  Fre- 
quently a  line  will  show  poor  rings  in  each  of  several  orders,  but 
usually,  if  a  line  is  poor  at  a  given  order,  it  shows  no  rings  at  all 
when  the  path  difference  is  increased  30  to  50  per  cent.  The 
character  of  the  lines  may  be  judged  by  an  inspection  of  their 
behavior  imder  increasing  order,  the  data  being  f otmd  in  Table  i . 
Unless  otherwise  noted  all  lines  of  wave  length  less  than  3960A 
which  are  included  in  the  table  showed  sharp  rings  in  interfer- 
ometers of  2  mm  and  3  mm  thickness. 

3.  DBSCRIPTION  OF  TABLE  1 

Coltmm  I  contains  the  observed  wave  length  at  15^  and  760 
mm.  Coltunn  2  contains  the  intensity  and  character  of  the  line 
as  seen  by  means  of  a  grating,  using  6  or  7  amperes.  **b"- 
broad;  "d"-double;  "h"-hazy;  "T'-shaded  to  red;  "r"- 
narrow  reversed;  'V  — shaded  to  violet.  Columif  3  contains 
letters  which  indicate  the  probable  error  deduced  from  the  agree- 
ment of  individual  exposures.  **A"  indicates  a  probable  error 
less  than  0.0007A;  **B,"  0.0007A  to  o,ooi2A;  "C"  means  that 
the  determination  was  poor.  Column  4  contains  the  orders  of 
interference  in  thottsands  which  were  used  in  measuring  the  wave 
length,  and  coltmm  5  contains  additional  orders  at  which  the 
lines  were  examined  but  not  measured.  An  asterisk  (*)  indicates 
that  the  rings  were  meastu^ble  but  not  sharp;  an  exclamation 

point  (!)  indicates  the  absence  of  interference.^ 

i . , 

'  We  suggest  that  a  laboratory  study  of  the  shanmess  of  lines  under  vanning  conditions  may  be  of  great 
awistanrf  in  interpreting  solar  and  stellar  fkhenomena.  when  the  sfaarimest  of  linca  in  cdestial  sources 
shall  have  been  investigated. 
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TABLE  1 
Wt?e  Len^s  and  Characters  of  Iron  Lines  (3233-6750) 


[VcLis 


Wtm  length 

I 

p.e. 

Order  ICeM. 

OfderBnm. 

3233.056 

5 

A 

23    31 

46 

36.227 

5 

A 

23    31 

46 

39.440 

8 

B 

23 

18*    31*    46! 

44.189 

8 

B 

23 

18*    31*    461 

54.367 

4 

A 

23    31 

46 

57.598 

4 

B 

23    31 

46 

65.622 

6 

A 

23    31 

461 

71.005 

6b 

A 

23    31 

461 

80.264 

5 

A 

23    30 

46 

84.593 

4 

A 

23    30 

46 

86.760 

8 

A 

23 

12*    18*    301 

90.992 

4 

B 

23    30 

329a  136 

5 

A 

23    30 

451 

3305.977 

8* 

A 

23    30 

06.358 

8 

A 

23    30    45* 

14.746 

6 

A 

23    30 

45 

23.741 

4 

A 

23    30 

45 

28.870 

4 

A 

23    30 

45 

37. 670 

4 

A 

22    30 

47.930 

4 

A 

22 

30 

55.232 

4 

A 

22    30    45 

70.787 

6 

A 

22    29    44 

79.024 

4 

B 

22    29    44 

80.115 

5 

A 

22    29    44 

83.984 

5 

A 

22    29    44 

92.658 

5 

A 

22    29    44 

94.588 

A 

A 

22    29    44 

96.981 

3 

A 

22    29 

44 

3399.338 

6 

A 

22    29    44 

3401.523 

4 

A 

22    29    44 

02.261 

4 

A 

22    29    44 

07.464 

71d 

A 

22 

18*    291 

13.136 

7 

A 

22    29    44 

15.537 

4 

A 

22    29    44 

17.844 

6 

A 

22    29    44 

1&512 

5 

A 

22    29    44 

24.289 

6 

A 

22 

29      441 

27.122 

6 

B 

22 

29*    441 

2&197 

6 

A 

22    29    44 

31.822 

2b 

C 

22    29 

441 

42.366 

4 

B 

22    29    44* 

45.153 

4 

A 

22    29    43 

47.282 

6 

A 

22    29    43 

50.332 

6 

A 

22    29    43 

58.306 

3 

A 

22    29    43 

CO  oi#c 

A 

A 

fO      OA 

At* 
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Wavtteocm 

I 

p.e. 

OrdMMMM. 

Order  BnuB. 

97.111 

4 

B 

21 

29      43* 

3497.847 

5r 

B 

21 

11*    17* 

29*    43* 

3506.501 

5 

A 

21    29    43 

13.822 

5 

A 

21 

11»    17* 

281 

21.266 

5r 

B 

21 

11*    17* 

281 

27.796 

4 

B 

21    28 

42*    571 

29.819 

4 

B 

21    28 

42*    571 

36.558 

6 

A 

21 

11»    28* 

421 

41.089 

6h 

A 

21 

11*    17* 

281 

42.060 

6 

A 

21 

11»    17* 

281 

45.642 

5 

A 

21    28 

42 

54.928 

8h 

B 

21 

11*    17* 

281 

56.878 

6h 

A 

21 

11*    17* 

281 

58.519 

5r 

C 

21 

11*    17* 

28*    42* 

6a  703 

2 

A 

21    28    42 

56* 

71.999 

7h 

B 

21    28 

421 

76.762 

4 

A 

21    28    42 

56 

82?  203 

4 

A 

21    28    42 

56 

86.117 

5 

A 

21    28    42 

561 

89.108 

4 

A 

21    28    42 

56 

3594.632 

5 

A 

21 

28*    42* 

561 

3603.207 

5 

A 

21    28    42 

56 

06.682 

5 

A 

21    28 

42*    551 

10.159 

5h 

B 

21 

11*    17* 

281 

12.084 

4 

B 

21    28 

42*    551 

17.789 

6 

A 

21    28    42 

551 

21.464 

6 

A 

21    28    41 

551 

22.007 

6 

B 

21    28    41 

55* 

23.188 

5 

A 

21    28    41 

55 

25.150 

6 

B 

21    28 

41      881 

32.044 

6 

A 

21    28    41 

55 

38.299 

6 

B 

21    28    41 

55 

4a  392 

6 

A 

21    28    41 

56* 

45.825 

4 

A 

21    27    41 

55 

51.471 

6 

A 

21    27    41 

59.520 

5 

A 

21    27    41 

55 

^.524 

6 

A 

20    27    41 

55 

76.313 

4 

A 

20    27    41 

54 

83.058 

4 

B 

20    27    41* 

541 

84.112 

5 

A 

20    27    41 

54* 

89.458 

6 

B 

20    27 

41*    541 

3695.055 

3 

A 

20    27    41 

54 

37OJ.084 

6 

B 

20    27 

41*    541 

04.4<K 

5 

A 

20    27    40 

54 

07.050 

31i 

A 

20    27    40* 

541 
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TABLE  l—Continued 
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[Vol.13 


W«?e  length 

I 

p.e. 

Order  Mmm. 

Order  Bnun. 

44.101 
53.615 
60.053 
65.544 
74.828 

2h 

B 
A 
A 
A 
A 

20    27    40* 
20    27    40      54 
20    27    40      54 
20    27    40 
20    27    40      54 

541 
541 

81.190 

85.951 

86.680 

3794.342 

3805.346 

A 

B 
A 
A 
A 

20    26    40      53 
20    26    40      53 
20    26    40      53 
20    26    40      53 
20    26    39 

53» 

14.527 
21. 181 
33.313 
43.261 
50.821 

A 

A 
A 
A 
A 

20    26    39      52 
20    26    39 
20    26    39      52 
20    26    39      52 
19    26    39* 

52* 
521 

52.578 
59.215 
67.220 
73.764 
84.362 

A 

A 
A 
A 
A 

19    26    39      52 
19    26    39      52 
19    26    39      52 
19    26    39      52 
19    26    39      51 

3891.932 

3903.903 

07.938 

17.186 

25.948 

A 
A 

A 
A 
A 

19    26    39      51 
19    26    38      51 
19    26    38      51 
19    25    38      51 
19    25    38      51 

35.817 
40.883 
48.780 
52.606 
66.068 

A 
A 
A 
B 
A 

19    25    38      51 
19    25    38      51 
19    25    38      51 
19    25    38      51 
19    25    38      50 

77.746 

83.963 

90.380 

3997.397 

4009.718 

A 
A 

A 
A 
A 

19    25    38      50 
19    25    38      50 
19    25    38      50 
19    25    38      50 
19    25    37      50 

14.536 
21.872 
31.966 
41.298 
44.616 

A 
A 
A 

A 
A 

19    25    37      50 
19    25    37      50 
19    25    37      50 
19    25    37      49 
19    25    37      49 

62.448 

4 

A 

18    25    37      49 
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Waf«teoclh 

I 

p.«. 

Order  Mmm. 

Order  BnuB. 

47.675 
56.804 
70.908 
75.642 
81.760 

4 
4 
2 
4 
6 

A 
A 
A 
A 
A 

24    36      48 
24    36      48 
24    .36      48 
24    36      48 
24    36      48 

• 

4191.446 

4203.989 

13.653 

16.188 

22.227 

6 
3 
2 

4 
5 

C 

1 

A 
B 

24    36* 

36      48 
24    35      47 
24    35      47 
24    35 

481 
471 

45.261 
67.834 
6&758 
82.408 
91.469 

2 
2 
2 
6 

1 

A 
A 
C 

A 
A 

24    35      47 
23    35      47 
23    35      47 
23    35      47 
23    35      47 

429a  042 

4309.379 

15.090 

27.100 

37.052 

2 
2 
5 
2 
5 

A 
A 
A 
A 

A 

23    35      47 
23    35      46 
23    35      46 
23    35      46 
23    35      46 

52.740 
58.507 
67.583 
69.777 
75.935 

4 
2 
2 
3 
5 

A 
A 
A 
A 
A 

23    34      46 
23    34      46 
23    34      46 
23    34      46 
23    34      46 

• 

87.898 

4390.956 

4408.421 

22.573 

27.315 

2 
3 

4 
4 
5 

A 
A 
A 
A 
A 

23    34      46 
23    34      46 
23    34      45 
23    34      45 
23    34      45 

3a  622 
35.154 
42.346 
43.199 
47.725 

4 
2 
5 
3 
5 

A 
A 
A 

A 
A 

23    34      45 
23    34      45 
23    34      45 
23    34      45 
23    34      45 

• 

54.386 
59.125 
61.658 
66.556 
76.023 

3 
5 

4 
5 
7 

A 
A 
A 
A 
A 

22    34      45 
22    34      45 
22    34      45 
22    34      45 
22    34      45 

84.234 
4494.571 
4514. 192 

17.530 

3 
5 

2 
2 

A 
A 
A 
A 

22    33      45 
22    33      45 
22    33      44 
22    33      44 
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TABLB  1— Continued 
Wave  Lengths  and  Chaiactars  of  Iron  Lines  (3235-6750)— Continued 


iVcLis 


Wsfeteoclh 

I 

p.e. 

Order  Mmm. 

Order  Bnun. 

87.135 

92.-656 

4595.364 

4602.007 

02.946 

2 

4 
2 
2 

4 

B 
A 
B 
B 

A 

22  33   44 
22  33   44 
22  33   44 
22  33   43 
22  33   43 

07.663 
13.221 
19.299 
25.061 
30.128 

4 
3 

4 
4 
3 

B 
A 
A 
A 
A 

22  33   43 
22  33   43 
22  32   43 
22  32   43 
22  32   43 

• 

32. 917 
37.519 
47.439 
67.461 
68.152 

3 

4 
4 
4 
4 

A 
A 
A 
A 
A 

22  32   43 
22  32   43 
22  32   43 
21  32   43 
21  32   43 

78.857 

4691. 417 

4707.289 

10.288 

33.597 

5 

4 
5 
3 
3 

A 
A 
A 
A 
A 

21  32   43 
21  32   43 
21  32   42 
21  32   42 
21  32   42 

35.849 
36.790 
41. 535 
57.585 
•72.820 

2 

5 
3 
2 
3 

A 
A 
A 
B 
A 

21  32   42 
21  32   42 
21  32   42 
21  32   42 
21  31   42 

86.812 

88.763 

4789. 657 

4802.887 

39.551 

3 
2 
3 
2 
2 

A 
A 
A 
B 
B 

21  31   42 
21  31   42 
21  31   42 
21  31   42 
21  31   41 

59.756 
71. 333 
72.154 
78.227 
4890.771 

5 
8 
6 
5 

7 

B 
A 
A 
A 
B 

21  31   41 
21  31   41 
21  31   41 
20  31   41 
20  31   41 

4903.326 
19.009 
24.777 
38.828 
39.691 

5 
8 
3 
5 
3 

A 
A 
A 
A 
A 

20  31   41 
20  31   41 
20  30   41 
20  30   41 
20  30   41 

611 
611 
611 
61! 
61 

46.403 
66.106 
73. 116 
78. 617 
4994.133 

2 
5 
2 
2 
3 

A 
A 

A 
A 

A 

20  30   40 
20  30   40 
20  30   40 
20  30   40 
20  30   40 

61! 
60! 
60! 
60! 
60 

5001. 879 
12.072 
14.958 
22.250 
28.130 

5 

4 
4 
4 
2 

A 
A 
A 
A 
A 

20  30   40 
20  30   40 
20  30   40 
20  30   40 
20  30   40 

60! 

60 

60 

601 

60 

Digitized  by 


Google 


MmriU  J 


Wave  Lengths  in  the  Iron  Spectrum 

TABLB  1— Continued 
Wt?e  LangOit  and  Characters  of  Iron  Lines  (3233-4750)— Contumed 


257 


Wsfeteocm 

I 

p... 

OfderMMS. 

OidOTBnm. 

41.076 

3 

A 

20    30      40 

59 

41.759 

4 

A 

20    30      40 

59 

49.827 

5 

A 

20    30      40 

59 

51.638 

4 

A 

20    30      40 

59 

68.782 

4 

A 

20    30      39 

591 

83.343 

4 

A 

20    30      39 

59 

5098.709 

4 

C 

29      39 

20      99 

5110.414 

4 

A 

20    29      39 

59 

23.724 

4 

A 

20    29      39 

59 

27.364 

3 

A 

20    29      39 

58 

31.473 

2 

A 

19    29      39 

58 

41.745 

2 

A 

19    29      39 

58 

50.844 

4 

A 

19    29      39 

58 

51.914 

3 

A 

19    29      39 

58 

66.285 

3 

A 

19    29     39 

58 

67.495 

8 

C 

29      39 

19     581 

71.600 

7 

A 

19    29      39 

58 

91.471 

7 

A 

19    29     38 

58 

92.362 

8 

A 

19    29     38 

581 

5198.716 

4 

A 

19    29     38 

58 

5202.340 

•  5 

A 

19    29      38 

58 

08.609 

4 

A 

19    29      38 

58 

16.278 

5 

A 

19    29      38 

57 

25.529 

2 

A 

19    29      38 

57 

32,957 

8 

A 

19    29      38 

571 

35.395 

2 

A 

19    29      38 

57 

42.496 

3 

A 

19    29      38 

57 

50.651 

3 

A 

19    29      38 

57 

63.321 

5 

A 

19    28      38 

57* 

66.572 

8 

A 

19    28      38 

571 

70.360 

8 

C 

28      38 

19     571 

81.807 

5 

A 

19    28      38 

57* 

5283.636 

7 

A 

19    28      38 

57* 

5302.315 

5 

A 

19    28      38 

57! 

07.364 

2 

B 

19    28      38 

57 

22.047 

2 

C 

19    28      38 

56! 

24.195 

6 

A 

19    28      38 

56! 

28.538 

4 

B 

28      38 

19     56* 

32.902 

2 

A 

19    28      38 

56 

41.027 

5 

A 

19    28      37 

56 

53.385 

2 

A 

19    28      37 

561 

65.403 

2 

A 

19    28      37 

56 

71.497 

7 

C 

28 

19      371 

79.579 

2 

A 

19    28      37 

S6 

93.183 

4 

A 

19    28      37 

56! 

5307  1^2 

A 

A 

10      9ft         \*t 

Ml 
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Wt?e  LengChs  and  Chanctert  of  Iron  Lines  (3233-6750)— Condnned 


iVcLts 


Waveteoclh 

I 

p.e. 

Order  BCeM. 

Order  Bnun. 

55.614 

A 

18    27      37 

551 

73.913 

A 

18    27      37 

551 

5497.521 

A 

18    27      37 

55 

5501.468 

A 

18    27      37 

54 

06.783 

A 

18    27      37 

54 

25.557 

B 

18    27      37 

541 

35.423 

B 

18    27      37 

541 

43.184 

C 

18    27      37 

541 

43.953 

B 

18    27      37 

541 

63.611 

B 

18    27      37 

541 

69.633 

A 

18    27      37 

54* 

72.859 

A 

18    27      37 

54« 

76.106 

A 

18    27      37 

54« 

5586.772 

A 

18    27      36 

54« 

5615.661 

B 

18    27      36 

531 

1&646 

B 

18    27      36 

24.559 

B 

18    27      36 

53* 

38.276 

A 

18    27      35 

531 

41.458 

C 

18 

27     35*    531 

55.505 

c 

18 

27»    351 

58.835 

B 

18    26      35 

53« 

62.534 

A 

18    26      35 

531 

5693.638 

B 

18    26      35 

5701.553 

A 

18    26      35 

53* 

09.395 

A 

17    26      35 

53* 

17.853 

B 

17    26      35 

521 

31.774 

B 

17    26      35 

41.865 

C 

17 

26     351 

53.142 

A 

17    26      35 

52* 

63.013 

A 

17    26      35 

52* 

75.099 

B 

17    26      35 

52* 

91.045 

B 

17    26      34 

93.936 

C 

17    26 

341 

5798.198 

C 

17    26      34 

5862.348 

4b 

c 

1? 

261 

5883.842 

c 

17 

26*    34* 

5905.682 

c 

17 

25*    34*    51! 

16.252 

B 

17    25      34 

51! 

34.681 

B 

17    25      34 

501 

75.352 

A 

17    25      33 

5976.804 

i 

17    25      33 

6003.037 

B 

17    25      33 

06.582 

B 

17    25      33 

27.059 

A 

17    25      33 

42.092 

A 

17    25      33 

• 

55.990 

3h 

B 

17 

25*    331 

65.492 

A 

16    25     33 

49 

78.484 

B 

16 

2S» 

6089.570 

B 

16    25 

6102. 185 

C 

16    24* 

331 

Digitized  by 


Google 


Brnms^Mtmrs,-^         Wave  Leugths  in  the  Iron  Spectrum 

TABLB  l^Continued 
Wa?e  Lenftlis  and  Characters  of  Iron  Lines  (3233-6750)— Continued 


259 


Wave  teacUi 

I 

^•. 

Order  Mms. 

OrdarBnuB.  • 

27.914 

2 

A 

16    24      33 

36.625 

4 

A 

16    24      33 

49 

37.700 

4 

A 

16    24      33 

49 

41.758 

B 

16    24      33 

51.632 

2 

C 

24      32 

16 

57.736 

2 

B 

16    24      32 

65.370 

2 

B 

16             32 

70.405 

2b 

C 

16 

24«    321 

73.344 

2 

B 

16    24      32 

6191. 569 

5 

A 

16    24      32 

49 

6200.323 

2 

A 

16    24      32 

13.440 

3 

A 

16    24      32 

48 

15.152 

2 

B 

16    24      32 

19.290 

3 

A 

16    24      32 

48 

30.734 

5 

A 

16    24      32 

48 

32.667 

2 

A 

16    24      32 

40.660 

2 

B 

16    24      32 

46.340 

4 

A 

16    24      32 

48» 

52.567 

4 

A 

16    24      32 

48 

54.266 

3 

A 

16    24      32 

48 

56.372 

3 

A 

16    24      32 

48 

65.143 

3 

A 

16    24      32 

48 

70.236 

2 

C 

24      32 

16 

80.625 

2 

A 

16    24      32 

6297.802 

3 

B 

16    24      32 

48 

6301.524 

5 

B 

16    24      32 

48 

•02.515 

3 

B 

16    24      32 

48 

18.028 

4 

A 

16    24      32 

47 

22.697 

3 

A 

16    24      32 

35.342 

4 

A 

16    24      32 

47 

36.846 

4 

A 

16    24      32 

47 

44.159 

2 

B 

16    24      32 

55.042 

3 

B 

16    24      31 

80.753 

3 

B 

16    23      31 

6393.612 

5 

A 

16    23      31 

47 

6400.027 

5 

A 

16    23      31 

47* 

6406.044 

4 

B 

16    23      31 

47 

11.674 

5 

A 

16    23      31 

47 

21.360 

4 

A 

16    23      31 

47 

30.857 

5 

A 

16    23      31 

47 

62.737 

4 

A 

15    23      31 

75.639 

3 

C 

15    23      31 

81.882 

3 

A 

15    23      31 

6494.994 

5 

A 

15    23      31 

46 

6518.382 

3 

B 

15    23      31 

46.253 

5 

A 

15    23      31 

46 
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TABLB  1—  Continued 
Wt?e  Lengths  and  Chancten  of  Iron  Lines  (3233-6750)— Continued 


[Vol  IS 


Wsfeteoclh 

I 

p.«. 

OfderMMM. 

OfderBnm. 

75.029 

92.926 

6593.884 

6609.125 

63.454 

6678.000 
6750. 164 

A 
A 
C 

A 
A 

A 
B 

15    23      30 
15    23      30 
15    23      30 
15    23      30 
15    22      30 

15    22      30 
15    22      30 

46 
46 

45 

45 
44 

NOTB8  TO  TABLt  1.— OTHBR  IRTSRVBRBNCB  OBSBRVATIONS 

3271.  Buiason  and  Pabry,^  0.003;  Pftind,'  o.coS. 
3323.  Buisson  and  Fabry,  0.739;  Pfund,  0.738. 

3536.  This  wave  length  may  have  been  affected  by  a  neighboring  line. 
4678.  Buiason  and  Fabry,  0.855. 
5x27.  Buisson  and  Fabry,  0.364. 
5535.  Buisson  and  Fabry,  0.418. 
5934.  Buisson  and  Fabry,  0.683. 
6003.  Buisson  and  Fabry,  0.039;  Eversheim,'  0.039. 

6x27.  The  value  formerly  obtained  by  one  of  us,  0.919,  was  not  used  in  taking  the 
mean  on  account  of  the  large  discrepancy. 
6663.  Bversheim,  0.449. 

*■  See  note  4,  p.  948.        *  UnpubUahed.        *  Bversheim,  AnnaL  der  Phjrt..  4th  teries,  46,  p.  454;  19x4. 

Vm.  AGREEMENT  OF  STANDARDS 
1.  GBNERAL 

The  fact  that  for  15  standards  the  diflFerence,  Bureau  of  Stand- 
ards minus  International,  could  be  reasonably  well  represented 
by  a  straight  line  permits  a  determination  of  the  relative  accuracy 
of  the  individual  I.  A.  standards.' 

2.  STANDARDS  FOR  WHICH  B.  S.-L  A.  IS  GREATER  THAN  0.001A 

Eighty-one  standards  were  measured.  Expressed  in  o.ooi  A,  the 
differences  B.  S.  minus  I.  A.  are  as  follows:  o,  27;  ±1,  35;  ±2,  12; 
±3,  5;  ±4,  2.  The  following  table  contains  all  standards  for 
which  this  difference  is  over  o.ooiA.     Differences  of  0.002 A  are 
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TABLB2 
Standards  Dlffaring  bj  Mora  flum  0.001A  from  L  A.  Valuas 


W«?e  Itncdii 

LA. 

B. 

P.«. 

Wavetooftht 

LA. 

B. 

p.«. 

3370.787 

789 

a6 

5001.879 

881 

1.4 

348S.343 

345 

.6 

5167.495 

492 

.8 

3SS6.878 

881 

LO 

5266.572 

569 

.2 

4191.446 

443 

LO 

5371.497 

495 

L2 

459L656 

658 

.2 

6265.143 

145 

145 

L7 

4736.790 

786 

6430.857 

859 

856 

L4 

4859.756 

758 

6546.253 

250 

250 

L2 

4878.227 

225 

6592.926 

928 

920 

L2 

4919.009 

007 

6678.000 

004 

997 

1.6 

4966ul06 

-104 

NOTB8  TO  TABLE  8 

3556  and  4x91  are  poor  lines  which  could  be  measured  only  with  a  small  order  of 
interference.    They  had  little  weight  in  the  final  results. 

The  B.  S.  value  of  5167  is  poorly  determined,  being  marked  "C"  it  is  not  meant 
as  a  definitive  wave  length. 

5266  was  measured  on  15  exposures,  only  5.  of  which  gave  values  less  than  0.57a. 

4736  and  6678  had  no  weight  in  the  rjeductions.  It  is  to  be  noted  that  Eversheim  's 
most  recent  determination  is  more  in  accord  with  B.  S.  value  than  was  his  value 
which  entered  into  the  mean  which  is  published  as  I.  A. 

6546.247  was  used  by  the  international  committee  as  one  of  three  observations,  the 
mean  of  which  is  the  I.  A.  wave  length.  This  is  a  typographical  error.  The  correct 
value  is  6546.254,  and  the  resulting  mean  is  0.252,  which  causes  the  discrepancy 
B.  S.  minus  I.  A.  to  vanish  in  the  case  of  this  line. 

3.  UNSATISFACTORY  STANDARDS 

The  line  3677  was  measured  on  all  the  plates  used  in  this  region, 
yet  it  was  excluded  from  Table  i  on  account  of  the  large  discrep- 
ancies found  in  the  values  obtained  for  it.  The  following  lines 
are  too  poor  on  all  of  om-  plates:  3865,  3906,  4076,  4233.  The 
following  standards  are  lacking  in  sharpness  compared  with  other 
lines  in  their  neighborhoods:  3513,  3556,  3850,  4191,  5371. 

4.  POLB  BFFBCT  AND  INTBRFBRBNCB  MSASUREMSNTS 

Between  4707  and  5324,  inclusive,  and  between  5569  and  5763, 
inclusive,  the  greater  part  of  the  standards  have  been  found  by 
St.  John  and  Babcock  *•  to  have  longer  wave  lengths  at  the  pole 
than  in  the  center  of  the  arc.  Now,  the  standard  wave  lengths 
were  not  observed  under  normal  conditions  and  the  present  series 
was  observed  imder  the  conditions  specified  by  the  international 
committee.  So  if,  when  measured  by  interference,  these  lines 
were  displaced  by  the  change  in  conditions,  we  should  have  a 

M  SL  Joha  and  Baboock.  Astroph.  J.,  42,  p.  sjx;  19x5. 
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break  in  our  reduction  curve  at  4700A,  also  at  5350A,  5510A,  and 
5800A.  There  being  no  standards  between  5763A  and  6027A,  it 
is  impossible  to  say  whether  or  not  a  break  occurs  at  5800A.  It 
is  very  evident  that  no  break  of  over  o.ooiA  occurs  at  any  of  the 
other  points,  in  fact,  there  is  no  evidence  of  any  break  at  all. 
This  leads  us  to  suppose  that  such  interference  observations  as 
have  been  made  give  consistent  results,  regardless  of  the  character 
of  the  lines  in  reference  to  pole  shift.  It  is  to  be  remembered 
that  the  interferometer  uses  a  small  portion  of  the  center  of  the  arc, 
where  Goos  "  and  St.  John  and  Babcock  agree  that  shifts  are  not 
to  be  feared.  Thus  it  seems  probable  that  the  measurement  of 
additional  lines  on  the  plates  from  which  the  I.  A.  standards  were 
obtained  would  lead  to  the  same  values  of  the  wave  lengths  as 
though  the  plates  had  been  taken  under  normal  conditions.  It 
follows  that  an  enormous  amount  of  valuable  data  might  be 
obtained  from  these  plates  at  the  expense  of  a  relatively  small 
amount  of  labor.  It  is  to  be  hoped  that  the  spectroscopists  who 
cooperated  in  the  determination  of  the  I.  A.  standards  may  be 
induced  to  measure  a  large  number  of  additional  lines  on  the 
plates  which  were  used  in  this  determination. 

DL  COMPARISON  WITH  GRATING  MEASUREMENTS 
L  GENERAL  AGREEMENT 

The  wave  lengths  given  in  Table  i  were  compared  with  all 
series  of  grating  measurement  of  the  iron  spectrum  which  have 
been  made  on  the  I.  A.  system.  The  results  of  this  comparison 
are  given  for  the  benefit  of  anyone  who  may  wish  to  use  the 
grating  determinations  to  fill  in  gaps  in  the  series  determined  by 
means  of  the  interferometer.  The  recent  measurements  of  Goos," 
3370A  to  4233A,  are  very  consistent  with  the  interferometer 
values,  the  mean  difference  Goos  minus  B.  S.  being  0.0017 A. 
The  older  work  of  Goos  "was  done  with  a  different  instrument 
and  the  agreement  with  Table  i  is  not  good  to  the  red  of  4400A. 
The  work  of  Janicki,"  4282A  to  4903A,  is  in  excellent  agreement 
with  the  B.  S.  values,  the  mean  difference  Janicki  minus  B.  S. 
being  o.ooi  5A.  Aside  from  the  lines  for  which  the  values  observed 
on  Mount  Wilson  differ  from  those  found  at  Pasadena,  the  wave 
lengths  of  St.  John  and  Ware"  (4127A  to  6494A)  are  also  in 

"  Goos,  Zs.  f.  wks.  Phot..  12,  p.  ts9l  Z9>3- 

>*  Goos.  Astnn.  Nsch..  199,  p.  31;  19x4. 

"  Goot,  Zs.  f.  wiss.  Phot.,  11,  pp.  x,  305;  19x3. 

>' Janicki,  Zs.  f.  wiss.  Phot.,  18, 173;  X913. 

1*  St.  John  and  Ware,  Astroph.  J.,  S6,  p.  14, 1913;  88,  p.  5. 19x3. 
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close  agreement  with  the  Bureau  results.  The  mean  difference 
St.  John  and  Ware  minus  B.  S.  is  about  0.0016 A.  The  work  of 
Viefhaus  "  is  not  in  agreement  with  the  B.  S.  results  for  wave 
lengths  shorter  than  3800A,  and  not  in  very  good  agreement  for 
the  lines  of  greater  wave  length.  The  tables  of  Bums  *^  extend 
throughout  the  entire  region  under  consideration  and  these  values 
are  in  fair  agreement  with  the  B.  S.  system  throughout,  the  mean 
difference  Bums  minus  B.  S.  being  0.0019. 

The  differences,  Grating  minus  B.  S.,  were  taken  for  each 
series  and  these  data  were  collected  for  each  200A.  In  5  out  of 
these  13  regions  the  algebraic  means  for  the  best  grating  measure- 
ments agreed  in  showing  a  difference  between  the  B.  S.  and  the 
grating  scale.  This  is  no  doubt  due  in  part  to  an  accumulation  of 
errors  of  like  sign  in  the  B.  S.  table,  and  in  part  to  the  fact  that 
the  grating  follows  the  local  standards  much  more  closely  than 
does  the  interferometer.  Further,  the  grating  observers  used 
some  manganese  standards  and  some  iron  standards  which  were 
too  poor  to  be  observed  on  oin-  plates.  The  greatest  difference 
is  0.0019A  in  the  region  6200A  to  6400A. 

The  arc  has  been  used  imder  normal  conditions  in  only  a  com- 
paratively small  part  of  the  grating  work  that  has  been  done  to 
date,  and  eventually  the  work  will  be  repeated,  observing  imder 
normal  conditions.  Further,  there  will  eventually  be  other  inter- 
ference measurements  of  the  greater  part  of  the  lines  contained 
in  Table  i,  and  the  means  will  be  taken  to  establish  I.  A.  stand- 
ards. For  these  reasons  the  correction  of  the  grating  observa- 
tions so  as  to  make  them  fit  the  B.  S.  scale  does  not  seem  to  be 
justified  at  present.  And,  for  about  one-third  of  the  spectrum, 
the  mean  of  the  grating  observations  without  correction  would 
not  make  the  individual  lines  agree  much  better  with  the  inter- 
feronieter  work.  If  it  is  desired  to  fill  a  gap  in  Table  i  with  a 
wave  length  which  is  fairly  consistent  with  the  B.  S.  scale,  it 
seems  best  at  present,  all  things  considered,  to  take  the  value 
from  any  one  of  the  grating  series  for  which  the  mean  value  of 
Grating  minus  B.  S.  is  less  than  0.002 A. 

2.  INTENSriT  EQUATIO)^ 

By  this  is  meant  any  difference  in  wave  length  which  is  a  func- 
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54CX)A.  The  mean  difference  of  six  lines  of  intensity  two  and 
three  is  +0.0035 A,  all  differences  being  plus;  the  mean  for  eight 
lines  of  intensity  four  and  five  is  —0.0004,  the  differences  being 
zero,  positive,  and  negative;  finally,  the  mean  difference  for  six 
lines  of  intensity  greater  than  five  is  +0.0002,  the  differences 
again  being  zero,  positive,  and  negative.  It  is  plain  that  in  this 
region  the  wave  lengths  of  faint  lines  are  systematically  greater 
as  measured  by  St.  John  and  Ware  than  as  measured  by  Bums. 
This  effect  is  often  seen  in  the  comparison  of  the  results  from  two 
grating  plates  of  long  exposure,  particularly  if  there  has  been  a 
change  of  temperature  dtiring  either  exposure.  It  may  also  result 
from  slight  errors  in  the  adjustment  of  the  grating,  or  from  the  use 
of  an  imperfect  grating.  If  such  an  equation  is  found,  only  lines 
of  the  same  intensity  as  the  standards  can  be  measured  with  the 
highest  precision.  Consequently  the  most  careful  examination 
for  this  phenomenon  was  made  in  connection  with  the  inter- 
ference observations.  Only  one  plate  showed  any  certain  evi- 
dence of  it. 

On  the  other  hand,  comparison  with  the  best  series  of  grating 
observations  showed  this  effect  in  every  case.  That  the  fault 
did  not  lie  with  the  interferometer  seems  e\4dent  from  the  fact 
that  in  only  one  limited  extent  of  spectrum  were  the  different 
series  of  grating  observations  all  in  accord.  The  differences. 
Grating  minus  B.  S.,  were  collected  into  three  groups  with  ref- 
erence to  the  intensity  of  the  lines;  faint,  moderate,  and  strong. 
Then  the  mean  difference  for  the  moderate  lines  was  subtracted 
from  that  for  the  faint  lines,  and  the  mean  difference  for  the  strong 
lines  was  subtracted  from  that  for  the  moderate  lines.  For  one 
excellent  series  of  observations  this  procedure  gave  positive 
results  throughout  the  whole  spectnmi;  that  is,  the  grating 
obtained  a  longer  wave  length  for  the  faint  lines.  In  the  case  of 
another  series  of  grating  observations  the  opposite  was  true  for 
the  greater  part  of  the  spectrum.  Thus,  the  comparison  with 
grating  measurements  tends  to  strengthen  the  view  that  the  inter- 
ferometer wave  lengths  are  comparatively  unaffected  by  any 
intensity  equation. 
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X.  CHARACTER  OF  CERTAIN  ADDITIONAL  LINES 
1.  RBJXCTBD  mTERfBRBllCE  OBSERVATIONS 

The  following  lines,  formerly  observed  by  one  of  us  *•  by  the 
interference  method,  were  omitted  from  Table  i  for  various 
reasons.  In  Table  3  **p"  indicates  that  the  values  determined 
from  individual  plates  were  too  discordant;  **1.  w.,**  low  weight, 
indicates  insufficient  observations;  "  d  "  means  double;  *'  f  **  means 
faint;  and  **b"  indicates  that  the  rings  lacked  sharpness. 

TABLE  3 
Rejected  Inteiteaice  Observations 


Wsv«]eiicai 

IfoCM 

Wav«  lenflli 

fMm 

Wav«Ieiiflli 

IfoCM 

3443 

4 

5602 

(•) 

5984 

b.P 

3468 

4 

5712 

6020 

(•) 

5436 

f.P 

5714 

6358 

(*) 

5483 

1>.P 

5809 

6569 

b,Lw. 

5567 

Up 

5952 

5598 

b.l.w. 

5956 

A  There  is  another  line  too  close  to  5603  mad  6020. 
■     ^  The  poor  ftgreonciitlraaiooeiiiterferaiiieter  to  another  suggests  A  satellite  in  the  case  01^58. 

2.  TERTIARY  STANDARDS 

In  Table  4  is  f  otmd  a  list  of  those  lines  which  have  been  suggested 
for  tertiary  standards  by  two  or  more  investigators,  and  which 
have  not  been  observed  by  interference.  Column  i  contains  the 
wave  length  as  measured  by  Bums.**  For  reasons  stated  above, 
the  wave  lengths  were  selected  from  one  of  the  series  of  grating 
observations,  and  that  of  Bums  was  chosen  on  accotmt  of  its 
being  the  only  one  which  includes  all  of  the  lines.  Column  2 
gives  the  intensity  and  character  of  each  line;  R» broad  reversal; 
for  other  symbols  see  description  of  Table  i.  Column  3  indicates 
the  order  of  interference  in  thousands  which  these  lines  show  on 
the  Bureau  plates.  As  in  Table  i ,  the  asterisk  (*)  indicates  that 
the  rings  were  poor,  and  the  exclamation  point  (!)  shows  lack  oi 
interference.  With  rare  exceptions,  these  lines  are  less  sharp,  and 
therefore,  no  doubt,  less  suitable  for  standards,  than  other  lirxeS 
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TABLE  4 
Character  of  Certain  Suggested  Standards 


IVoLu 


Wavetengtht 

I 

Order 

Wavetengtht 

I 

Ordv 

3372.081 

3 

22 

30 

44* 

91004 

6r 

11*    201 

78.682 

4 

22 

30 

97.516 

5 

20      26      40 

53 

87.410 

4 

22 

30 

44 

96.512 

6r 

11*    20*    261 

3406.807 

4 

22 

29 

44 

99.548 

6r 

11*    201 

iai7S 

2 

22 

29 

44 

380^702 

6 

20      26      39 

53» 

25.021 

4 

22 

29 

44 

08.732 

2 

20     26     39 

53 

31.827 

2b 

22 

29 

11844 

7R 

HI 

37.958 

2 

22 

29 

2a  430 

8R 

101 

4a  614 

7R 

121 

21886 

8R 

101 

4a  992 

6R 

121 

27.826 

6R 

101 

51.920 

6 

22 

29 

43 

34.227 

7R 

101 

52.279 

4 

22 

29 

43 

4a  443 

6R 

101 

65.864 

6R 

121 

41.052 

6R 

101 

69.012 

2 

22 

29 

46.806 

5 

20     16     39 

52* 

69.834 

2 

22 

29 

43* 

56.373 

6R 

101 

74.436 

2 

22 

29 

431 

59.913 

7R 

101 

77.850 

2 

22 

29 

61526 

6r 

10»    19*    261 

7&623 

2 

22 

29 

72.506 

6r 

10*    19*    261 

83.012 

4 

21 

29 

4»> 

78.024 

6r 

10»    !?•    261 

9a  577 

6R 

12! 

81288 

2 

19      26     39 

51 

3500.570 

2 

21 

28 

43 

81287 

7R 

101 

04.866 

2 

21 

28 

431 

8&520 

7b 

19*    261 

05.065 

2 

21 

28 

43 

95.659 

Sr 

10*    191 

08.492 

4T,4 

21 

28» 

431 

97.892 

4 

19      26     38 

51* 

ia443 

2 

21 

28 

4»> 

96.013 

4 

19     26     38 

51* 

33.004 

4 

21 

28 

43» 

99.711 

6r 

10*    191 

33.196 

5 

21 

28 

43* 

3902.950 

7r 

10*    191 

49L873 

3 

21 

28 

42     56* 

01484 

5r 

10»    19*    26* 

• 

52.840 

4h 

•      21 

29* 

421 

11635 

2 

19     26     38 

51 

67.045 

4h 

21 

28 

421 

2a  261 

6r 

10*    191 

7a  102 

7R 

lit 

22.917 

6R 

101 

81.197 

8R 

111 

21650 

2 

19      26     38 

51 

81202 

4 

21 

28 

42     56* 

3a  304 

7R 

101 

87.749 

2b 

21 

28 

421 

32.635 

3 

19     25     38 

51 

89.453 

3 

21 

28 

42     56* 

42.446 

3 

19      25     38 

51 

99.628 

3 

21 

28 

42     561 

49.956 

4 

19      25     38 

51 

3602.515 

2v 

21* 

281 

5L16S 

4 

19     25     38 

51 

08.860 

6R 

lit 

51461 

4 

19      25     38 

51 

31.464 

6E 

lit 

51682 

6 

19      25     38 

51 

47.845 

6E 

111 

67.426 

4 

19      25     38 

50 

55.470 

4 

21 

27 

41     55» 

69.263 

7r 

101 

67.280 

4ll 

20 

27* 

411 

7t328 

4 

19      25     38 

50 

74.768 

2 

20 

27 

41      54* 

81.776 

3 

19      25     38 

50 

78.862 

2 

20 

27 

41      54 

81178 

3 

19      25     38 

50 

81995 

5h 

20 

27* 

411 

91989 

1 

19      25      38 

50 

97.436 

2h 

20 

27* 

411 

90.059 

5 

19      25     38, 

SO 

3711.227 

2 

20 

27 

40     54 

4005.250 

7b 

10*    19*    251 

11.408 

1 

20 

27 

40     54 

07.233 

1 

19     25     37 

50 

19.938 

8R 

111 

17.154 

3 

19     25      37 

SO 

22.565 

6R 

HI 

24.745 

2 

19     25*    371 

26.922 

3h 

20 

27 

401 

32.636 

1 

19      25     37 

49 

27.095 

2 

20 

27 

401 

41822 

8R 

101 

30.390 

3 

20 

27 

40      53* 

61604 

8R 

101 

34.869 

9R 

111 

67.279 

3 

18     25     37 

491 

37.135 

7R 

111 

71641 

5 

18      24*    371 

3742.623 

Hi 

20 

27 

40*       531 

71362 

3 

18      24      37 

49 

46.927 

2h 

20 

27* 

401 

79.847 

2 

18     24     37 

49 

4&264 

6R 

HI 

84.508 

4 

18     24      37 

491 

49.487 

8R 

111 

98.189 

3 

18     24     371 

58.234 

7R 

HI 

4109.810 

4 

18      24      37 

49 

63.792 

'     6R 

111 

14.454 

4 

24      37 

49 

67.194 

6R 

HI 

21.809 

2 

24      36 

49 

76.456 

2 

20 

26 

40     53 

32.064 

7 

24*    361 

87.880 

6R 

HI 

37.002 

3 

24     36 

48 

90.094 

4 

20 

26 

40     531 

43.874 

7 

24*    361 
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WavslngdM 

I 

Ontor 

W«f»ltilgt  I 

I 

Order 

54.504 

4 

24     36     48 

45.804 

3b 

21 

32     42* 

72.74« 

2 

24     36     48 

4881.722 

20 

31      41 

77.598 

2 

24     36     48 

85.443 

20 

31      41 

84.894 

4 

24      36      48 

87.052 

6 

24      36*    481 

91.510 
49ia032 

20 
20 

31      41 
31      41* 

87.812 

6 

24      36*    481 

20.521 

10 

20 

30*    411 

9L446 

6 

24      36      48! 

57.311 

20 

30*    401 

98.314 

6 

24     36*    481 

57.612 

10 

20 

30*    401 

99.098 

6 

24      36     48* 

4202.032 

7r 

241 

82.524 
85.267 

4b 

30 
20 

30*    401 
30      40 

ia362 

6 

24      36*    471 

85.562 

20 

30     40 

19.364 

5 

24      35     47 

5005.729 

20 

30     40 

24.172 

3b 

24     35*    471 

06.134 

20 

30     40 

25.464 

4b 

24     35*    471 

27.445 

7 

24*    35*    471 

74.750 
79.228 

2b 

20 

30! 
29     39 

33L614 

6 

24      35*    471 

79.742 

20 

29     39 

47.440 

5b 

24     35*    471 

5107.454 

2Q 

29     39     59 

5a  134 

7 

24     35*    471 

07.645 

20 

29     39     59 

5a  791 

8 

24     35*    471 

6a  489 

10 

23*    351 

39.269 
39.481 

19 
19 

29     39     58 
29      39      58 

71.171 

7 

23     35*    471 

42.934 

19 

29      39      58 

71.764 

8r 

23*    351 

94.950 

19 

29     89     58 

94.132 

6 

23     35*    471 

5215.195 

19 

29     38     57* 

99.254 

7 

23     35*    471 

4307.910 

8r 

23*    351 

17.405 
26i876 

19 
19 

29     38     571 
29      38     571 

25.770 

9r 

23*    351 

27.187 

19 

29     38     571 

67.910 

1 

23     34     46 

29.84 

19 

29     38*    571 

83.548 

lOR 

231 

73.178 

19 

28     38*    571 

88.422 

2b 

23*    341 

4404.752 

8r 

23*    341 

73.379 
5328.044 

19 
19 

28     38     57 
28*    381 

07.716 

2 

23     34      45 

39.949 

19 

28     37*    561 

15.127 

8r 

23*    341 

64.859 

3h 

19* 

28! 

.  60.390 

4b 

22*    841 

71.496 

7 

19 

28*    371 

82.176 

3 

22      33      45 

82.262 

4 

22     33     45 

5400.504 

2b 

18 

28*    371 

45.040 

2h 

18 

28*    371 

89.744 

3 

22     33     45 

62.964 

2b 

18* 

28! 

449a  068 

2 

22      33      44 

63.27 

4b 

18* 

281 

4525.154 

3b 

22      33      44 

76.296 

2 

18 

27     36     551 

56.128 

3 

22      33     44* 

96.138 

2b 

22      33     44* 

5602.965 

« 

18 

27     36* 

5712.150 

17 

26     35* 

461L290 

4b 

22      33     4»> 

14.155 

17 

26     35 

38.020 

4 

22      32      43* 

5809.249 

17 

26      34 

54.502 

4 

21      32      43 

5952.749 

17 

25      34* 

54.687 

3b 

21      32     43 

73.171 

3 

21     32     43* 

602a 177 
89.567 

21 

1 

16 

25*    33! 
25     33 

83.566 

2 

21     32     43 

6103.196 

2h 

16 

25     331 

4727.410 

2d 

21      32     42* 

6569.233 

5h 

15 

23*    30! 

XL  CORRELATION  OF  SHARPNESS  WITH  OTHER 
PROPERTIES 

1.  mTRODUCTION 

Five  hxmdred  and  thirty  of  the  lines  contained  in  Tables  i  and 
4  were  examined  at  various  orders  of  interference  and  were  either 
found  to  be  sharp  enough  to  stand  a  high  order  of  interference, 
or  their  limiting  orders  were  determined.  Forty-nine  additional 
lines,  all  of  which  are  easily  reversed,  were  fotmd  to  show  no  inter- 
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ference,  even  at  an  order  of  about  lo  coo.  Tbese  lines  and  about 
50  others  for  which  the  data  were  incomplete  do  not  enter  into 
the  discussion  which  follows.  The  lines  examined  were  arbi- 
trarily divided  into  four  groups.  In  the  first  group  interference 
ceased  to  be  visible  when  the  path  difference  was  from  20  000  to 
30  000  waves;  in  the  second  group,  30  000  to  40  000;  in  the  third 
group,  40000  to  60000;  and  the  fourth  group  contains  the  lines 
still  showing  interference  with  the  largest  path  differences 
observed.  The  last  group  is  not  entirely  homogeneous.  All  the 
lines  in  this  group  show  interference  with  an  order  of  more  than 
40000  waves.  Some  of  them  would  probably  have  been  foimd 
to  be  limited  by  60000  if  they  had  been  examined  that  far,  but 
most  of  them  would  possess  a  limiting  order  in  excess  of  60  000 
waves  because  they  still  show  perfect  interference  between  40  000 
and  60  000.  The  groups  are  distinct  enough  to  justify  some  gen- 
eral conclusions  when  correlated  with  other  data.  The  material 
contained  in  Tables  i  and  4  is  incomplete,  but  so  far  as  it  goes 
it  points  to  the  conclusion  that  the  limiting  order  of  the  average 
iron  line  is  independent  of  the  wave  length.  Fimdamentally,  we 
have  to  do  with  vibration  frequency,  and  the  above  shows  that 
the  variation  from  the  mean  is  the  same  proportion  of  the  fre- 
quency for  lines  in  all  parts  of  the  spectrum.  Or  putting  it  another 
way,  the  width  of  the  average  line,  expressed  as  a  proportion  of 
the  wave  length,  is  constant  throughout  the  spectrum;  expressed 
in  angstroms,  the  width  is  a  direct  fxmction  of  the  wave  length. 

TABLE  5 
Percentage  of  Lines  in  Each  Group 


Ofvop 

I 

n 

m 

IV 

Umittiig  Ofder 

20  000to30000 

30000to40000 

40  000to60  000 

AtMve  tli«  iMiwt  Ob- 
foivod 

Ifanbefvf  lllla8.... 
Per  ctnt  il  totel 

39 
7 

48 
9 

102 
19 

341 
65 

2.  POLE  EFFECT 

A  correlation  of  these  data  with  those  of  St.  John  and  Bab- 
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shifts  indicate  increased  wave  lengths  from  the  negative  pole  as 
compared  with  the  center  and  negative  shifts  are  displacements 
toward  shorter  wave  lengths. 

TABU  6 
Sharpness  and  Pole  Eliset 


Oftvp. 

RtuBlMT  flf  ptiMw  BhWi.. 
Ptt  GHil  91  pmMw  BhWi.. 

Pv  oml  flf  BSCBtifc  iliittt. 
PMlthw  Chilli  <U)10A... . . 
PMlthw  ihllli  jn(hM5A. . 
PMlttv*  Chilli  i>15-UBQA.. 

PMlttv*  Chittt  >U»OA 

MacHlw  ChWi  <.01(iA.. . . 
IfacBtlve  ChWi  U)10-.01SA. 
HacBtlve  Chlfti  U)15-U»0A 
HacBtlve  ihlflf  >attOA.. . . 


m 


IV 


Totali 


25 

22 
6 

25 
6 

13 
2 
4 
3 
1 
0 
2 


41 

39 

6 

25 

3 

6 

12 

20 

4 

2 

0 

0 


35 
33 

0 
0 
1 

14 
13 
7 
0 
0 
0 
0 


107 

100 

24 

100 

14 

94 

20 

31 

8 

7 

4 

5 


About  19  per  cent  of  the  lines  examined  have  positive  shifts 
and  a  little  over  4  per  cent  have  negative  shifts.  It  is  interesting 
to  observe  that  the  majority  of  positive  shifts  ocair  with  lines 
which  are  known  to  be  sharp  in  the  center  of  the  arc  because 
they  show  interference  of  rather  a  high  order,  while  the  negative 
shifts  occtu*  principally  with  poorer  lines.  Negative  shifts  are 
entirely  absent  from  group  IV  and  only  a  few  small  ones  (less 
than  0.015A)  are  foimd  in  group  III.  Positive  shifts  are  mostly 
larger  than  0.015A  and  occur  most  frequently  in  groups  III  and  IV. 

Pole  shifts  of  positive  sign  were  obtained  by  St.  John  and  Bab- 
cock  from  classes  *'C5"  and  **d"  of  the  Gale  and  Adams  '*  classi- 
fication of  lines.  Large  pressure  displacements  are  indicated  by 
"c"  and  **d,"  and  "5"  means  unsymmetrical  widening  toward 
the  red.  Negative  shifts  aflfect  lines  which  St.  John  and  Ware  " 
have  placed  in  a  separate  class,  **e,"  because  they  are  widened 
unsjrmmetrically  toward  the  violet  by  pressure,  and  greatly 
displaced  in  this  direction. 

No  satisfactory  explanation  of  this  pole  effect  can  be  given  at 
the  present  time.  Fortunately  it  may  be  excluded  by  using  only 
the  center  of  the  arc,  as  recommended  by  the  international  com- 
mittee. 


*>  Gale  and  Admu.  Astroph.  J..  Si,  p.  lo;  191a. 


"  Sec  note  15.  p.  96s. 
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An  attempt  was  made  to  comiect  limiting  order  and  pole 
effect  with  intensity.    The  data  are  arranged  in  Table  7. 

TABLET 
SharpoMSy  Intensitj,  and  PdU  Effect 


Vmiibw  of  Unas 

Nnmbw  of  UnM,  Ormp  I. . . 
NiflnlMr  ol  UnM,  Ormp  n. . 
ViflnlMr  ol  lliiM,  Ormp  m 
NiflnlMr  ol  lliiM,  OfMtp  IV. 
Pw  CMit  ol  liBM,  Gnrap  IV. 

Hionbor  ol  polo  ihlfli 

Por  cont  ol  llnoo  affoctod . . . 
If  iflBbof  ol  piilllvo  ihtfti . . . 
Vnoibof  of  Bocotifo  ihlfli . . 


103 
11 
11 
13 
68 
66 
23 
22 
IS 
8 


130 
6 
6 
24 
94 
72 
28 
22 
24 
4 


1 
0 
1 
0 
0 
0 

1 

100 

1 

0 


100 


Broadly  speaking,  it  is  seen  that  limiting  order  is  an  inverse 
ftmction  of  intensity,  and  that  the  frequency  of  positive  shifts 
tends  to  increase  with  large  intensities.  About  68  per  cent  of 
the  lines  included  by  intensities  i  to  6  still  show  interference 
of  an  order  greater  than  40  000,  against  only  22  per  cent  of  the 
lines  of  greater  intensity.  On  the  other  hand,  only  24  per  cent 
of  the  lines  of  intensity  i  to  6,  inclusive,  have  pole  shifts  against 
41  per  cent  of  the  more  intense  lines.  Lines  of  small  intensity 
are  more  frequently  affected  by  negative  pole  shifts,  taking  into 
account  only  lines  in  this  list. 

St.  John  and  Babcock  examined  1570  iron  lines  between  2979 
and  6678  and  found  23  per  cent  of  the  lines  affected  by  pole 
effect.  Among  our  530  lines  there  are  131  affected  lines,  or 
about  24  per  cent,  so  that  the  lines  chosen  or  suggested  as  stand- 
ards appear  to  be  representative  as  far  as  pole  effect  is  concerned. 
Inasmuch  as  practically  all  the  lines  in  our  lists  were  examined 
for  pole  effect,  the  conclusions  drawn  from  these  tables  will 
probably  be  valid  generalizations. 

4.  BEHAVIOR  UNDER  PRESSURE 

The  data  on  limiting  order  were  also  correlated  as  far  as  possi- 
ble with  the  Gale  and  Adams  classification  of  lines,  and  the  results 
are  found  in  Table  8. 
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Ofoitp 

I 

n 

m 

IV 

Total 

Clmilii 

3 

1 

CInsSa 

8 
3 

1 

Cltg8  4a 

9 

1 

12 

CtaMlb 

3 

2 

ClMt2b 

Clan  3b 

9 
27 

Clnii4b 

27 

ClMi2c 

1 

Cltg8  4C 

1 
4 
4 

6 

7 
7 
3 

ClMiSc 

11 

CltiBSd 

14 
6 

21 

ClMte 

12 

24 

Gale  and  Adams  "  divide  spectrum  lines  into  five  broad  classes, 
according  to  their  behavior  imder  pressure,  as  follows: 

1.  Lines  which  are  sjrmmetrically  reversed. 

2.  Lines  which  are  unsjmmietrically  reversed. 

3.  Lines  which  remain  bright  and  fairly  narrow  under  pressure. 

4.  Lines  which  remain  bright  and  symmetrical  but  become 
wide  and  diffuse  under  pressure. 

5.  Lines  which  remain  bright  and  are  widened  very  imsym- 
metrically  toward  the  red. 

Meastues  of  the  displacements  of  iron  lines  under  pressure  led 
Gale  and  Adams  to  form  four  groups  of  lines  represented  by 
letters  a,  b,  c,  and  d.  Group  a  includes  all  flame  lines  and  these 
show  only  small  displacements.  Group  b  is  a  large  one  and 
includes  all  lines  of  small  displacements  which  are  not  included 
in  group  a.  Group  c  consists  of  lines  showing  much  larger  dis- 
placements than  those  of  group  b.  Group  d  is  made  up  of  several 
scattered  groups,  all  of  which  show  immense  displacements.  If 
all  displacement  values  are  reduced  to  that  of  group  a  as  the 
unit,  the  following  relation  exists:  la,  1.5b,  3.4c,  and  6.6d. 

The  table  shows  that  lines  in  classes  3a,  3b,  4b,  and  4c  are 
capable  of  producing  interference  of  the  highest  order  observed, 
and  these  lines  recommend  themselves  for  use  as  standards. 
The  majority  of  4a  and  sd  lines  examined  reach  their  limiting 
order  of  interference  between  40  000  and  60  000  waves. 

M  See  note  ai,  p.  969. 
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XIL  SUMMARY 

Between  the  limits  3233A  and  6750A,  some  400  iron  lines  were 
either  remeasured  or  measured  for  the  first  time  by  the  inter- 
ference method.  The  work  was  done  in  conformity  with  the 
recommendation  of  the  international  wave  length  committee. 
Where  it  was  foxmd  possible,  faint  lines  as  well  as  strong  ones  were 
measured.  Satisfactory  standards  were  found  at  intervals  of 
ID  or  15  angstroms  throughout  the  greater  part  of  the  spectrum; 
there  are  no  sharp  iron  lines  of  even  moderate  intensity  in  the 
region  5775A  to  5934A,  and  the  number  is  insufficient  in  the 
extreme  red. 

The  spectroscope  used  was  a  635  cm  concave  grating,  mounted 
in  parallel  light.  The  greater  part  of  the  wave  lengths  were 
measured  by  means  of  three  interferometers,  the  order  of  inter- 
ference ranging  from  20000  to  50000  in  the  case  of  each  line. 
The  method  was  that  of  Buisson  and  Fabry. 

The  mean  difference  between  the  present  observations  and  the 
I.  A.  standards  is  about  one  part  in  four  million.  It  is  thought 
that  some  of  the  standards  are  in  error  by  0.002A  or  more. 

Interferometer  observations  tmder  the  conditions  described  were 
found  to  be  reasonably  free  from  the  effects  of  pole  shifts. 

Comparison  with  all  the  grating  observations  which  have  been 
made  on  the  I.  A.  system  shows,  as  has  been  found  before,  that 
more  numerous  secondary  standards  are  needed  in  order  to  obtain 
the  highest  accuracy  in  grating  work. 

While  grating  observations  often  show  an  intensity  equation, 
interference  measurements  appear  to  be  reasonably  tree  from 
this  effect. 

The  sharpness  of  over  600  lines  was  determined  and  the  data 
were  correlated  with  data  relating  to  pole  shifts,  to  behavior 
under  pressure,  and  to  intensity.  Lines  showing  a  negative  pole 
shift  are  never  very  sharp,  while  those  having  a  positive  pole 
shift  are  sometimes  perfectly  sharp  in  the  center  of  the  arc;  the 
lines  subject  to  a  shift  are  more  likely  than  are  the  unaffected 
lines  to  be  broad,  even  in  the  center  of  the  arc.  Lines  which  are 
faint  or  of  only  moderate  intensity  are  sharper  on  the  average  than 
strong  lines.     Still,  some  very  strong  lines  are  quite  sharp. 

The  widtli  of  the  average  line,  expressed  as  a  proportion  of 
the  wave  number,  is  not  a  function  of  the  wave  length. 

Washington.  December  21,  191 5. 
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RELATION  BETWEEN  COMPOSITION  AND  DENSITY  OF 
AQUEOUS  SOLUTIONS  OF  COPPER  SULPHATE  AND 
SULPHURIC  ACID        

By  R  D.  Holler,  Aadbtant  Ckemiit,  and  E.  L.  Peffer,  Laboratory  Aniftant 


L  INTRODUCTION 

In  connection  with  an  investigation  on  the  regulation  of  solu- 
tions for  electrodeposidon,  especially  of  acid  copper  sulphate 
solutions  for  electrotyping,  it  was  found  desirable  to  devise  a 
simple  method  of  determining  and  adjusting  their  composition. 
Since  the  solutions  usually  employed  for  the  above  purpose  con- 
tain only  copper  sulphate  and  stilphuric  acid,  the  composition  of 
any  given  solution  is  fixed  if  the  acid  content  and  density  at  a  given 
temperature  are  known.  The  density  can  be  readily  determined 
with  a  hydrometer,  and  the  acidity  can  be  ascertained  with 
sufficient  accuracy  by  titration  with  standard  alkali,  using  methyl 
orange  as  indicator,  as  described  by  Wogrinz.*  In  order,  there- 
fore, to  learn  the  content  of  copper  sulphate,  all  that  is  required 
is  a  table  showing  the  density  of  solutions  containing  known 
amotmts  of  copper  sulphate  and  of  sulphuric  acid. 

Although  the  densities  of  solutions  of  copper  sulphate  and  of 
sulphuric  acid  have  been  determined  separately,  no  systematic 
study  of  the  densities  of  solutions  containing  botii  could  be  foimd 
in  the  literature.  Only  in  isolated  cases  were  such  data  given 
concerning  certain  baths,  such  as  those  recommended  by  Pfan- 
hauser*  Lanebein-Brannt.*  Steinach  and  Buchner.*  and  others. 
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acid  to  copper  sulphate  solution  causes  a  marked  decrease  in  the 
solubility  of  the  copper  sulphate.  Thus,  while  395  grams  of 
crystallized  copper  sulphate  is  contained  in  i  liter  of  the  sattuated 
solution  at  15®  C,  the  addition  of  100  grams  per  liter  of  sulphuric 
acid  reduces  the  solubility  of  the  copper  sulphate  to  215  grams  per 
liter.  Since  in  any  practical  work  it  is  necessary  to  use  solutions 
somewhat  removed  from  the  saturation  point,  the  actual  field  is 
probably  included  in  the  range  of  o  to  20  per  cent  of  each  of  the 
constituents.  Such  solutions,  therefore,  formed  the  basis  of 
this  investigation.  The  temperature  range  of  25^  to  40®  C  ¥^is 
selected  as  including  the  normal  temperattu^  employed  in  most 
copper  plating  or  refining  operations.  Doubtless  the  expansion 
coefficients  determined  from  such  data  will  permit  extrapolation 
over  a  moderate  range  above  and  below  the  temperatures  used. 

n.   METHOD  OF  INVESTIGATION 
1.  PRBPARATION  OF  SOLUTIOIIS 

In  order  to  avoid  the  influence  of  temperature  in  the  preparation 
of  the  solutions,  they  were  all  made  of  a  known  composition  by 
weight,  expressed  in  grams  of  each  constituent  per  kilogram  of 
solution.  They  were  prepared  in  duplicate  by  mixing  accurately 
weighed  portions  of  water  and  of  standardized  concentrated 
solutions  of  copper  sulphate  and  of  sulphuric  acid. 

The  stock  sulphuric  acid  solution  was  prepared  by  dihiting 
c.  p.  acid  to  about  12  normal  with  distilled  water,  and  was  stand- 
ardized by  the  barium  sulphate  method  with  the  usual  precautions. 
It  was  also  compared  with  a  hydrochloric  acid  solution,  stand- 
ardized by  silver  chloride  precipitation,  through  a  solution  of 
sodium  hydroxide,  using  methyl  orange  as  indicator. 

The  concentration  of  the  sulphuric  acid  solution  as  determined 
by  the  barium  sulphate  method  s^eed  with  that  obtained  by 
comparison  with  the  standard  hydrochloric  acid  solution  to 
within  about  i  part  in  1500.  Weight  burettes  were  used,  the 
individual  titrations  s^eeing  to  within  less  than  i  part  in  2000. 
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2.  DENSITY  DBTBRMINATION 

Method  of  Determination. — ^The  density  measurements  were  made 
by  the  method  of  hydrostatic  weighing,  i.  e.,  by  weighing  in  the 
sample  under  investigation  a  sinker  of  known  mass  and  volume. 
The  density*  of  the  liquid  is  then  calctilated  by  means  of  the 
equation: 

in  which 

Dt  —  Density  at  temp,  t 
W  —  Mass  of  sinker  in  vacuo 
w  —  Weighings  with  sinker  off 
w^  and  w,  -  Weighings  with  sinker  on 
P"=Air  density 
8.4  =»  Asstmied  density  of  brass  weights 
Ft  =  Volume  of  sinker  at  temp,  t 

Apparatus  Used, — The  apparatus  used  is  described  in  detail  in 
Bureau  publications  (Technologic  Paper  No.  9  (191 2)  and  Biu'eau 
of  Standards  Bulletin,  Vol.  9,  pp.  371-378  (1913)).  A  short 
description  of  the  apparatus  is  given,  as  follows: 

The  densimeter  tube  (about  45  cm  long  and  2.5  cm  in  diameter) 
containing  the  sample  is  placed  in  a  water  bath  which  is  kept  in 
constant  circulation.  This  bath  is  surroimded  by  another,  also  in 
circulation,  the  temperature  of  which  is  regulated  by  means  of  an 
electric  heating  coil  and  a  brine  cooling  coil.  The  temperature 
of  the  iimer  bath  is  determined  by  the  use  of  two  mercury  ther- 
mometers. The  large  sinker  having  a  length  of  approximately 
33  cm  and  diameter  of  i  .3  cm  is  attached  below  a  small  sinker  and 
both  are  suspended  by  means  of  a  wire  from  one  arm  of  a  sensitive 
balance.  The  small  sinker  which  is  in  the  liquid  at  all  times 
serves  the  purpose  of  keeping  the  suspension  wire  taut  and  in 
position,  and  thus  the  effect  of  surface  tension  is  eliminated. 

Method  of  Making  Observations, — After  sufficient  time  has 
elapsed  for  attaining  temperature  equilibritmi  at  the  desired 
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any  correction  for  a  possible  change  in  temperature,  the  first  weigh- 
ing is  repeated  and  the  thermometers  reread.  The  average  of  the 
temperatures  at  the  two  weighings  is  taken  as  the  true  tempera- 
ture. The  diflFerence  between  the  mean  of  these  two  weighings 
and  the  second  weighing  is  the  apparent  weight  of  the  large  sinker 
in  the  sample  at  the  given  temperature.  After  completing  the 
observations  at  one  point,  the  temperature  is  changed  to  the  next 
and  the  process  is  repeated  in  the  same  order. 

in.   RESULTS  OF  INVESTIGATION 

The  results  of  the  density  determinations  and  composition  of  the 
samples  are  shown  in  Table  i . 

TABLE  1 
Densltj  of  Copper  Sulphate — Sulphuric  Add  Solutioaa 


C0SO4 

.5H,o, 

f/kg 


CttS04. 
f/kg 


HsSOi. 
f/kg 


25* 


40*C 


Ui 

duk 

40* 


50 
50 

50 
50 

50 
50 

50 
50 

50 
50 

100 
100 

100 
100 

100 
100 

100 
100 

100 
100 

150 
150 

150 
150 

150 
150 

150 
150 

150 
150 

200 
200 

200 

200 

200 
200 

200 
200 


31.97 
3L97 

31.07 
3L97 

31.97 
3t97 

31.97 
31.97 

31.97 
3L97 

63.94 
63.94 

63w94 
63.94 

63.94 
63.94 

63.94 
63.94 

63.94 
63.94 

95.91 
95.91 

95.91 
9191 

95.91 
95.91 

95.91 
95.91 

95.91 
95.91 

127.9 
127.9 

127.9 
127.9 

127.9 
127.9 

127.9 
127.9 


0 
0 

50 
50 

100 
100 

150 
150 

200 
200 

0 
0 

SO 
50 

100 
100 

150 
150 

200 
200 

0 
0 

50 
50 

100 
100 

150 
150 

200 
200 

0 
0 

50 
50 

100 
100 

150 
150 


1.03014 
L  03017 

1.06297 
1.06309 

1.09843 
t09B43 

1.13552 
L13S^ 

L 17421 

1.064S4 
1.06*56 

1.09835 
1.09o33 

1.13497 
1.13499 

1.17367 
L  17366 

1.21399 
121395 

1.10062 
L 10064 

1.13555 
L 13553 

1.17366 
1.17361 

1.21392 
1.21394 


L 03016 
1.06303 
1.09843 
LDS49 
1. 17416 

1.06455 
1.09634 
1.13496 
1.173S6 
1.21397 

1.10063 
1.13554 
1.17364 
L  21393 


(0 

1.13833 
1.13835 

1.17485 

1.21449 
1. 21447 


t 13834 
1.17485 
1.21448 


1.02489 
L02*88 

1.05637 
1.05639 

L0906O 
L09060 

1. 1^669 
L126o7 

1.16A53 
L 16452 

1.015871 
L05874 

1.09097 
1.09(197 

1.12642 
1.1^696 

1. 16417 
L  16*20 

1.20379 
1.20371 

1.09428 
1.09431 

1.12765 
L 12764 

1. 16457 
1.16453 

1.20391 
1.20396 

1.24528 
L 24518 

L  13152 
1. 13154 


i^) 


1.16638 

1.20476 
L  20475 

1.24579 
1. 24571 


1.02488 

—Ol  00035 

1.05638 

- 

.00044 

1.09060 

- 

.00052 

L 12668 

- 

.00059 

1.16452 

- 

.00064 

1.05872 

- 

.00099 

1.09097 

- 

.00049 

1.12649 

- 

.00057 

1. 16418 

- 

.00063 

1.20375 

- 

.00068 

1.09430 

- 

.00042 

1.12764 

- 

.00053 

1.16455 

- 

.00061 

L20394 

- 

.00067 

1.24523 

1. 13153 

— 

.00045 

1.16638 

- 

.00056 

L 20476 

- 

.00065 

L  24575 

o  All  densities  here  tabulated  are  expressed  in  grams  per  mitlilitcr. 
f>  Qiange  in  density  per  dei^  rise  in  temperature, 
e Solutions  of  these  compositions  do  not  exist  at  as*  C. 
d  Sample  lost  by  breakage  of  the  container. 
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In  Table  i  the  composition  of  the  solutions  is  expressed  in  grams 
of  CuSO^.sHjO  per  kilogram  of  solution.  The  concentration  in 
grams  per  liter  may  be  readily  obtained  by  multiplying  the  above 
concentrations  in  grams  per  kilogram  by  the  corresponding  densi- 
ties. In  each  case  density  determinations  were  made  upon  dupli- 
cate solutions,  and  these  results  are  seen  to  agree  in  most  cases  to 
somewhat  better  than  i  in  the  foiurth  decimal  place.  From  the 
density  data  for  25®  and  40®  C,  respectively,  the  thermal  density 
coefficient  a  has  been  calculated,  which  may  be  defined  as  the 
change  in  density  (always  negative)  for  an  increase  in  temperature 
of  i°C. 

The  above  results  are  shown  graphically  in  Fig.  i,  which  illus- 
trates the  effect  upon  the  density  of  additions  of  copper  sulphate 
to  sulphuric  acid  solutions  and  of  sulphtuic  acid  to  copper  sulphate 
solutions.  The  curves  for  sulphuric  acid  solutions  are  derived 
from  the  data  of  Domke  as  given  in  Landolt  and  Bdmstein, 
fourth  edition  (191 2).  The  close  s^eement  between  the  densities 
of  solutions  of  the  same  total  concentration,  shown  in  Table  2,  is 

TABLE  2 
Showing  the  Relatioa  B6twe«n  Total  Coacentntioo  and  Densitj 


Total  con- 

cootratknit 

l/kC 

CnSOr 
5HK>. 
f/kg 

H18O4. 
l/kC 

Donaily, 
25*  C 

50 

0 

50 

1.0300 

50 

0 

1.0302 

100 

0 

100 

1.0640 

50 

50 

1.0630 

100 

0 

1.0646 

150 

0 

150 

1.0994 

50 

100 

1.0964 

100 

50 

1.0963 

150 

0 

1.1006 

200 

0 

200 

L1365 

50 

150 

1.1355 

100 

100 

1.1350 

150 

50 

1.1355 

200 

0 

1.1383 

250 

0 

250 

L1751 

50 

200 

L1742 

100 

150 

1.1737 

150 

100 

1.1736 

200 

50 

1.1749 

300 

0 

300 

1.2150 

100 

200 

1.2140 

150 

150 

1.2139 

200 

100 

1.2145 

illustrated  in  Fig.  i .  The  curves  passing  through  the  circles  show 
the  change  in  density  produced  by  the  addition  of  copper  sulphate 
to  solutions  containing  a  definite  amount  of  sulphuric  acid  per  kilo- 
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Concentration 

Fig.  I. — Density  of  copper  sulphate-sulphuric  acid  solutions, 
O — Sulphuric  acid  constant 
X — Copper  sulphate  constant 
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gram  of  solution.  Those  through  the  crosses  show  the  change  in 
density  produced  by  the  addition  of  sulphtuic  acid  to  solutions 
containing  a  definite  amount  of  copper  sulphate  per  kilogram  of 
solution,  the  total  concentration  in  each  case  being  the  same  as  for 
the  corresponding  curve  through  the  circles. 

Example. — In  the  case  of  the  curves  marked  50  g/kg,  the  one 
passing  through  the  circles  shows  the  change  in  density  produced 
by  the  addition  of  definite  amotmts  (50,  100,  150,  200  grams)  of 
copper  sulphate  to  a  solution  containing  50  grams  of  sulphuric 
acid  per  kilogram  of  solution,  and  the  one  passing  through  the 
crosses  shows  the  change  in  density  produced  by  the  addition  of 
the  same  definite  amotmts  of  sulphuric  acid  to  a  solution  contain- 
ing 50  grams  of  copper  sulphate  per  kilogram  of  solution. 

From  the  above  tables  and  curves  it  may  be  seen  that — 

1.  Within  the  range  studied,  the  density  of  copper  sulphate- 
sulphtuic  acid  solutions  is  approximately  a  linear  f tmction  of  the 
concentration. 

2.  The  density  ot  solutions  of  equal  (not  equivalent)  concentra- 
tions of  copper  stdphate  (CuSO^.sHaO)  and  of  sulphuric  acid  is 
nearly  identical. 

3.  As  a  natural  consequence  of  the  conclusions  noted  in  (i)  and 
(2),  a  curious  relation  was  fotmd  to  exist,  i.  e.,  that  the  density  of 
solutions  containing  appreciable  amotmts  of  each  constituent  is 
dependent  principally  upon  the  total  concentration  of  the  two 
solutes,  and  is  almost  independent  of  their  proportion.  (See 
Table  2.)  Thus,  a  solution  containing  50  grams  per  kilogram  of 
copper  sulphate  and  150  of  sulphuric  acid  has  practically  the  same 
density  (1.1355)  ^  h^  ^  solution  containing  100  grams  per 
kilogram  of  copper  sulphate  and  100  of  sulphuric  acid  (1.1350). 
This  simple  relation,  which  is  apparently  only  a  mathematical 
coincidence,  has  been  used  as  the  basis  for  the  curve  shown  in 
Fig.  2  in  which  the  total  concentration,  in  granu  per  liter,*  of  copper 
sulphate  plus  sulphtuic  acid  is  plotted  against  the  density,  yielding 
an  almost  straight  line.  The  application  of  such  a  ciu^e,  or  of 
the  table  derived  from  it  (Table  3) ,  in  determining  the  composition 
of  unknown  solutions,  is  obvious,  involving  only  a  determination 
of  the  density  and  acidity,  the  latter  then  being  deducted  from  the 
total  concentration  corresponding  to  the  observed  density,  to 
obtain  the  copper  stdphate  concentration. 

*  Obviously,  the  above  relation  exists  whether  the  concentratloii  is  expressed  in  grams  per  kilogram  or 
grams  per  liter.  The  data  shown  in  Pig.  3  and  Table  3  liave  been  calculated  to  grama  per  liter  since  the 
results  ol  the  analysis  of  solutions  are  usually  expressed  in  that  form. 
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TABLE  3 
Totel  Coocentnitioii  of  Soltttioos  of  Given  Densitj 


281 


25* 

C 

40*  C 

Cn80«.5HiO 

CaS04.5HiO 

Density 

+HiS04. 

f/1 

Density 

+HiS04, 

f/1 

1.01 

20 

LOl 

26 

1.02 

36 

1.02 

43 

1.03 

52 

1.03 

60 

1.04 

68 

1.04 

76 

1.05 

84 

1.05 

93 

1.06 

100 

1.06 

110 

L07 

117 

1.07 

127 

1.06 

133 

Loe 

144 

L09 

ISO 

1.09 

161 

1.10 

166 

1.10 

178 

1.11 

183 

1.11 

195 

1.12 

200 

1.12 

212 

1.13 

217 

1.13 

229 

1.14 

234 

1.14 

247 

LIS 

2S1 

1.15 

265 

1.16 

268 

1.16 

282 

1.17 

286 

1.17 

300 

1.18 

303 

1.18 

318 

1.19 

321 

1.19 

336 

1.20 

339 

1.20 

354 

t21 

357 

1.21 

372 

1.22 

375 

1.22 

390 

1.23 

393 

1.23 

408 

1.24 

427 

Details  of  the  application  of  this  table  in  the  r^^ulation  of 
electrolytic  copper  baths  will  be  given  in  the  second  edition  of 
Bureau  of  Standards  Circular  52. 

This  work  was  carried  out  under  the  direction  of  Messrs.  W, 
Bliun  and  H.  W.  Bearce. 

Washington,  November  27,  191 5. 
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PROTECTED  THERMOELEMENTS 


By  Arthur  W.  Gray,  Attbtant  Phyticut 


Although  it  is  customary  to  moimt  industrial  thermoelements 
in  protecting  tubes  provided  with  convenient  heads  for  attach- 
ing the  leads  to  the  apparatus  employed  for  measuring  the  elec- 
tromotive force,  the  wires  of  the  average  thermoelement  to  be 
seen  in  a  physical  or  chemical  laboratory  are  either  entirely  impro- 
tected  or  else  merely  have  portions  adjacent  to  the  jtmctions 
inserted  in  glass  or  porcelain  tubes.  Such  an  arrangement  may 
be  sufficient  for  temporary  purposes,  but  it  is  by  no  means  the 
best  for  everyday  use.  Kamerlingh  Onnes*  has  pointed  out 
some  of  the  advantages  to  be  derived  from  properly  protecting 
laboratory  thermoelements,  and  has  described  in  great  detail  the 
protected  elements  regularly  used  in  the  Leiden  laboratory.* 

Protected  thermoelements  have  also  been  described  by  White  • 
and  by  the  present  writer.*  This  paper  deals  with  a  type  of 
motmting  which  has  been  gradually  developed  at  the  Bureau  of 
Standards.  It  is  applicable  to  elements  for  either  high  or  low 
temperatures,  and  experience  has  shown  it  to  be  a  great  conven- 
ience in  addition  to  giving  adequate  protection  against  damage 
by  contamination  or  by  mechanical  strains. 

The  complete  thermoelement  with  its  ice  bottle  is  shown  in 
Fig.  I  just  as  it  appears  when  ready  for  use;  the  three  main  parts 
are  separated  in  Fig.  2 ;  while  a  vertical  section  of  the  ice  end  is 
given  by  Fig.  3.  The  element  represented  is  of  copper  and  con- 
stantan.  The  slight  modifications  necessary  for  a  platinum, 
platinum-rhodium  element  will  be  obvious. 

1  H.  Kunerlmgh  Onnes,  Ldden  CammuniGaticm  No.  37,  p.  aj;  1896. 
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The  silk  insulation  is  left  on  the  copper  and  the  constantan 
wires  except  within  the  Jena  combustion  glass  tube  which  covers 
the  temperature-determining  end.  Within  this  tube  the  silk  is 
removed  from  all  but  a  few  centimeters  at  the  end  farthest  from 
the  jtmction,  and  is  replaced  by  a  glass  capillary  surroimding  one 
of  the  wires,  because  this  thermoelement  is  used  for  temperatiu-es 
up  to  over  300®  C.  As  a  precaution  the  silk-covered  portions  of 
the  wires  are  treated  to  a  bath  of  hot  paraffin  to  impfove  the  insu- 
lation. The  glass  protecting  tube  is  qemented  with  de  Khotinsky 
cement  into  a  sleeve  soldered  to  one  end  of  a  soft  copper  tube 
through  which  the  wires  pass  to  the  head  at  the  ice- junction  end. 
The  sleeve  A,  soldered  to  the  ice  end  of  this  copper  tube,  screws 
into  a  head,  B,  of  mahogany  which  has  been  prepared  by  keeping 
in  paraffin  at  about  120°  C  until  bubbles  of  steam  escaping  from 
the  wood  cease  to  be  visible.  This  head  contains  the  binding 
posts  C  and  D  for  receiving  the  leads  to  the  potentiometer  (or 
galvanometer)  that  is  used  for  measuring  the  electromotive  force 
by  which  the  temperature  is  determined.  Each  of  these  binding 
posts  is  a  single  piece  of  rotmd  copper  rod  with  an  axial  hole  at  its 
upper  end  to  receive  the  lead  wire  and  an  extension  at  its  lower 
end  for  attachment  to  one  of  the  wires  from  the  thermoelement. 
The  posts  are  recessed  in  the  head  to  avoid  danger  from  parasitic 
thermal  electromotive  forces. 

The  insulating  head,  B,  screws  into  a  short  brass  tube,  E,  which 
is  provided  with  a  knurled  collar,  F,  at  the  top  and  is  closed  at  the 
bottom  except  for  a  central  hole  through  which  the  glass  tube,  G, 
extends  down  into  the  middle  of  the  ice  bath.  The  lower  end  of 
this  tube  is  drawn  out  thin  and  contains  the  thermoelement  junc- 
tion, H,  The  copper  wires  from  the  ends  of  the  constantan  wire 
are  soft  soldered  to  the  extensions  of  the  binding  posts,  C  and  D, 
as  indicated.  In  order  to  avoid  temperature  gradients  across 
these  soldered  joints,  very  little  solder*  is,  4ised,  and,  in  addition, 
each  wire,  covered  with  its  silk  insulation  right  up  to  the  joint,  is 
tightly  wrapped  several  times  around  the  binding-post  projection 
and  then  embedded  in  paraffin.    Fused  arotmd  the  upper  end  of 
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The  ice  surrounding  the  junction  H  is  contained  in  a  i -quart 
**CaIoris  "  vacuum  jar,  AT,  which  comes  protected  by  a  thin  nickel- 
plated  case,  L.  Around  the  top  of  this  case  is  soldered  a  stout 
brass  ring  provided  with  two  radial  projecting  pins  (shown  in 
Fig.  2  but  not  in  Fig.  3)  that  form  part  of  the  bayonet  joint  from 
which  the  ice  bottle  is  suspended  from  the  cap  A^.  A  spring  (visi- 
ble in  Figs.  I  and  2)  prevents  the  bayonet  joint  from  accidentally 
coming  loose. 

Lining  the  cap,  N,  is  the  flat  parafiin-soaked  cork  (9,  against 
which  the  vacuum  jar,  AT,  is  pressed  upward  by  a  spiral  spring 
in  the  bottom  of  the  case  L.  Extending  upward  from  the  top  of 
A^  is  a  split  tube  P,  into  which  the  tube,  E,  of  the  thermoelement 
head  fits  with  moderate  friction.  The  whole  assemblage  is  sup- 
ported by  the  rod  Q,  and  is  made  to  fit  the  standard  laboratory 
clamps. 

The  soft  copper  tube. uniting  the  two  ends  of  the  thermoelement 
is  flexible  enough  to  permit  bending,  and  yet  is  rigid  enough  to 
retain  whatever  shape  is  given  to  it.  The  wires  within  are  thor- 
oughly protected  from  damage  by  sharp  bending,  which  is  liable 
to  introduce  heterogeneity.  Vacuum  bottles  of  the  type  described 
frequently  retain  ice  in  good  condition  for  two  days.  When  it 
becomes  necessary  to  renew  the  ice,  a  slight  turn  of  the  case,  L, 
frees  the  bayonet  joint  and  permits  lowering  of  the  ice  container 
without  disturbing  anything  else. 

A  multiple  thermoelement  divided  into  two  equal  parts  as 
advocated  by  White  *  can  also  be  conveniently  protected  by  the 
mounting  just  described  if  another  pair  of  binding  posts  is  pro- 
vided. 

Washington,  January  27,  1916. 

» W.  p.  White,  Jour.  Am.  Chem.  Soc.,  M,  p.  3305;  19x4. 
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I.  INTRODUCTION 

Since  the  establishment  of  the  international  candle  in  1909 
this  unit  has  been  maintained  at  the  Bureau  of  Standards  solely 
by  means  of  a  group  of  4-wpc  carbon  filament  incandescent 
lamps.  With  the  advent  of  the  timgsten  lamp  there  was  intro- 
duced into  standardization  work  the  difficulty  of  comparing  lights 
of  different  colors,  and  at  once  it  became  desirable  to  have  the 
unit  well  established  also  in  tungsten  lamps  operated  at  or  near 
their  normal  color. 

In  191 1,  by  common  agreement  between  the  National  Physical 
Laboratory  of  England  and  the  Bureau  of  Standards,  each  labo- 
ratory prepared  a  group  of  timgsten  standards  calibrated  for 
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was  retained  at  the  Bureau,  and  half  of  the  group  received  from 
England,  after  measurement,  was  returned  for  remeasurement. 

In  view  of  the  diflficulties  involved  in  the  intercomparison,  the 
result  was  very  satisfactory,  as  it  showed  that  the  two  laboratories 
were  in  agreement  to  within  the  indicated  precision  of  the  meas- 
urements. In  both  laboratories  the  new  standards  were  meas- 
ured by  means  of  Lummer-Brodhun  contrast  photometers  of  the 
standard  type,  and  in  terms  of  similar  groups  of  4-wpc  carbon 
standards,  the  English  laboratory  having  made  the  comparison  by 
the  cascade  method,^  the  Bureau  of  Standards  by  the  use  of  two 
calibrated  blue  glass  screens,  each  of  which  produced  a  color 
match  between  the  two  groups  of  standards  compared.  It  is  ob- 
vious, therefore,  that  the  calibration  of  the  glass  screens  used  by 
the  Bureau  in  this  intercomparison  was  a  matter  of  prime  impor- 
tance, and  for  this  reason  a  large  amount  of  work  has  been  done 
in  checking,  by  various  methods,  the  values  first  assigned. 

In  connection  with  these  check  measiu-ements  and  after  a 
determination  of  the  candlepower  and  cturent  of  a  group  of  tung- 
sten substandards  at  several  voltages  had  been  made,  and  this 
followed  by  a  fiuther  investigation  of  other  groups  of  tungsten 
lamps,  the  voltage-current-candlepower  curves  were  determined 
and  accurately  expressed  by  means  of  equations.'  It  was  fotmd 
that  by  employing  these  equations  it  is  possible  to  measure 
timgsten  lamps  in  color  match  with  4-wpc  carbon  standards  and 
compute  with  acciu"acy  their  value  at  any  other  color  within  the 
range  investigated.  In  this  way,  as  well  as  by  direct  compari- 
sons, the  new  timgsten  standards  have  been  rechecked  a  number 
of  times  by  different  groups  of  observers. 

These  equations  have  an  important  application  also  in  the  life 
testing  of  timgsten  lamps,  because  in  some  toting  laboratories 
it  is  customary  to  photometer  the  lamps  at  or  near  rated  voltage 
and  compute  the  voltage  corresponding  to  the  efficiency  at  which 
it  is  desired  to  bum  the  lamps  on  life  test. 

In  the  establishment  of  the  1.5-wpc  tungsten  standards  and 
also  in  the  determination  of  the  characteristic  equations,  the 
photometric  measurements  of  necessity  involved  color  differences. 
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that  if  some  other  group  of  observers  had  made  these  measure- 
ments the  values  obtained  might  have  been  different. 

It  was  therefore  suggested  that  an  interlaboratory  photometric 
comparison  of  lights  involving  color  differences  such  as  those 
encoimtered  in  these  measurements  would  yield  valuable  infor- 
mation not  only  as  to  the  agreement  which  might  be  reasonably 
expected  among  different  groups  of  experienced  observers,  but 
also  information  as  to  the  merits  of  different  methods  of  making 
such  meastu-ements. 

n.  LABORATORIES  COOPERATINO 

The  Bureau,  therefore,  in  May,  1914,  invited  several  of  the 
more  important  photometric  laboratories  of  the  coimtry  to 
cooperate  with  it  in  making  meastu-ements  of  this  kind. 

Through  Dr.  E.  P.  Hyde,  Dr.  C.  H.  Sharp,  and  Dr.  H.  E. 
Ives,  respectively,  the  Nela  Research  Laboratory,  the  Electrical 
Testing  Laboratories,  and  the  Ph3rsical  Laboratory  of  the  United 
Gas  Improvement  Co.  kindly  agreed  to  make  such  measiu-ements 
on  glass  screens  and  timgsten  lamps  as  the  Bureau  would  direct. 

m.  SCREENS,  LAMPS,  AND  INSTRUCTIONS  AS  TO  METHODS  OF  MEAS- 
UREMENT 

For  this  intercomparison  there  were  selected  three  blue  glass 
screens  of  different  color  densities  and  marked  2B,  2XB,  and  3B, 
respectively.  2>^  B  was  of  approximately  the  same  color  density 
as  the  screens  used  by  the  Btueau.in  the  intercomparison  witli 
England,  and  was  therefore  such  as  to  produce  a  color  match 
between  the  4-wpc  carbon  standards  and  the  1.5-wpc  ttmgsten 
standards.  2B  and  3B  were  of  lesser  and  greater  color  density, 
respectively,  than  2XB,  producing  a  color  match  between  the  4- 
wpc  carbon  standards  and  timgsten  lamps  at  about  1.9  wpc  and 
1.25  wpc,  respectively. 

The  transmission  of  each  glass  for  light  of  4-wpc  carbon  color 
was  to  be  determined  by  each  laboratory,  and,  in  order  that 
the  proper  color  might  be  used,  a  carbon  standard  of  this  color 
at  a  specified  voltage  was  sent  along  with  the  screens. 

There  were  selected  also  foiu-  timgsten  standards  to  be  meas- 
ured for  candlepower  and  current  at  several  specified  voltages, 
the  color  at  the  lowest  voltage  being  the  same  as  that  of  the  4- 
wpc  carbon  standards.  The  candlepower  at  the  other  voltages 
was  to  be  determined  in  terms  of  the  value  at  the  lowest  voltage 
taken  as  standard,  or  unity. 
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The  voltages  specified  for  these  meastirements  corresponded 
to  a  range  from  3.1  wpc  to  0.85  wpc  for  the  tungsten  lamp. 
The  lamps  were  selected  from  those  used  in  the  investigation  of 
the  characteristic  ciu"ves  and  included  a  60-watt  sintered  filament 
lamp  (No.  2608);  a  60-watt  "formed"  drawn-wire  lamp  (No. 
2662)  with  spring  anchors;  and  two  40-watt  drawn-wire  lamps 
(Nos.  2865  and  2866). 

As  the  purpose  of  the  investigation  was  to  obtain  information 
as  to  methods  and  the  agreement  of  different  groups  of  observers 
in  passing  from  one  color  to  another  in  photometric  meastu-ements, 
no  instructions  other  than  those  mentioned  above  were  issued  to 
the  laboratories.  It  was  desired  that  each  laboratory  proceed  by 
the  method  it  considered  best,  and  it  was  not  expected  that  a  large 
nimiber  of  measurements  would  be  made.  Hence,  in  view  of  the 
difSculties  which  were  to  be  met  in  these  meastu-ements,  it  was 
hardly  to  be  expected  that  values  established  by  the  Bureau  as  the 
result  of  a  much  larger  number  of  measurements  and  checks 
would  be  repeated  exactly.  However,  as  will  appear  later,  the 
results  of  all  the  laboratories  are  extremely  consistent  and  the 
agreement  quite  satisfactory. 

Two  of  the  laboratories  (E.  T.  L.  and  N.  R.  L.)  used  standard 
type  Lummer-Brodhtm  contrast  photometers  in  all  the  meastuie- 
ments.  The  third  laboratory  (U.  G.  I.),  in  the  measurements  on 
the  screens,  used  a  special  flicker  photometer,'  and  in  the  measure- 
ments on  the  lamps  a  Liunmer-Brodhim  photometer  having  in 
the  eyepiece  a  cell  containing  a  Crova  solution  *  which  was  cali- 
brated by  a  method  involving  the  flicker  photometer.  All  the 
measurements  by  the  U.  G.  I.  were  made  imder  selected  conditions 
of  illumination  and  with  groups  of  observers  selected  after  tests 
of  their  color  vision  with  respect  to  the  average  of  much  larger 
groups.  The  data  obtained  are  therefore  valuable  in  making  a 
comparison,  not  only  of  observers  but  also  of  different  methods  of 
measiu-ement. 

In  no  laboratory  were  the  lamps  meastu-ed  at  the  same  time  as 
the  screens,  a  period  of  from  4  to  13  months  having  intervened 
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color  difference.  In  order  to  avoid  confusion,  all  the  results, 
including  those  of  the  Bureau,  on  the  screens  are  given  together, 
as  are  likewise  \.i  cue  results  on  the  lamps. 

IV.  RESULTS  ON  THE  SCREENS 

The  values  for  the  screens  are  given  in  the  four  following  tables, 
and,  except  as  noted,  they  are  as  stated  in  the  reports  from  the 
laboratories.  The  results  of  the  three  laboratories  using  Liunmer- 
Brodhtm  photometers  are  grouped  together,  and  when  comparisons 
axe  made,  flicker  values  are  compared  with  the  mean  of  those 
obtained  with  the  Ltmmier-Brodhun. 

TABLE  1 
Values  of  Transmission— Burean  of  Standards 


2B 

2MB 

SB 

OtMMven 

Isdlnct 
medMd 

Diract 
mefhod 

Indlteet 
mefhod 

Direct 
meOiod 

Indirect 
medMd 

DliecC 
metbod 

O.W.M..* 

0.652 
.651 
.648 
.652 
.652 
.651 
.651 
.650 

0.654 
.652 
.645 
.667 
.652 
.648 
.655 
.652 

a585 
.585 

.581 

.585 

.581 
.584 
.585 

a588 
.584 
.575 
.596 
.580 
.581 
.583 
.582 

0.537 
.538 

.541 

.539 
k535 

.541 
.538 

0.542 

J.F.S 

B.M 

.538 

.526 

H.B.S      

552 

W.J.K 

W.H.V 

A.H.T 

.534 
.535 

.535 

G.J.S 

.536 

Mmh                   

.651 

.653 

.584 

.584 

.538 

.537 

o  Observer  not  available. 


The  photometer  used  was  the  standard  Lummer-Brodhim  con- 
trast. The  approximate  illumination  on  the  photometer  screen 
was  10  meter-candles. 

Methods. — i.  Direct  Method. — ^The  screen  was  placed  on  the  test 
side  of  the  photometer,  the  test  lamp  (a  tungsten)  was  set  to  4-wpc 
carbon  color,  and  the  comparison  lamp  (also  a  timgsten)  was 
adjusted  to  match  in  color  the  light  transmitted  by  the  screen. 
Photometric  settings  were  made  first  with  the  screen  in  place, 
then  with  it  removed,  there  being  a  color  difference  tmder  the 
latter  condition.  The  ratio  of  the  first  settings  to  the  second  gave 
the  transmission  of  the  screen. 

2.  Indirect  Method. — The  first  settings  were  made  as  in  the 
direct  method,  but  when  the  screen  was  removed  the  test  lamp 
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was  sufficiently  increased  in  voltage  to  produce  a  color  match 
with  the  comparison  lamp.  The  ratio  of  the  candlepower  of  the 
test  lamp  at  these  two  voltages  was  computed  by  means  of  the 
voltage-candlepower  equation.  With  this  factor  applied,  the  ratio 
of  the  settings,  screen  in  to  screen  out,  gave  the  transmission. 

In  both  of  the  above  methods,  when  the  screen  was  removed 
it  was  replaced  by  a  rotating  sectored  disk  of  the  proper  opening 
to  make  the  photometer  balance  at  about  the  same  point  as  when 
the  screen  was  in  place. 

Each  value  in  Table  i  is  the  mean  of  about  fom:  independent 
determinations,  the  average  deviation,  by  either  method,  being 
about  0.5  per  cent. 

TABLE  2 

Values  of  Transmission— Electrical  Testing  Laboratories 


2B 

2MB 

3B 

Obstrf«fi 

Series 

1 

Series 
2 

Weighted 

Series 

1 

Series 
2 

Weighted 
mesn 

Series 

1 

Series 
2 

Weighted 
mean 

C.H.S 

0.651 
.660 
.660 
.656 
.656 
.653 
.659 

0.672 
.662 
.652 
.657 

.666 

a  651 

.666 
.661 
.655 
.656 
.653 
.659 
.666 

0.583 
.594 
.585 
.586 

.587 
.579 
.589 

0.586 
.588 

.587 
.576 

.594 

0.583 
.590 
.586 
.586 
.583 
.579 
.589 
.594 

0.537 
.530 
.545 
.545 
.543 
.535 
.539 

• 

0.553 
.546 
.537 
.539 

.555 

a  537 

W.P.L 

M.H.T 

.542 
.545 

C.B.H 

.542 

W.A.M 

.542 

Z.N.C : 

A.K 

.535 

.539 

B.H        

555 

Metn 

.656 
.656 

.662 
.659 

.586 
.585 

.586 

.586 

.539 
.541 

.546 
.543 

Weighted  mean 

.657 

.585 

.542 

The  photometer  used  was  the  standard  Lummer-Brodhun  con- 
trast. The  approximate  illumination  on  the  photometer  screen 
was  2.5  to  3.8  meter-candles.  As  the  distance  between  test  and 
comparison  lamps  was  fixed,  the  illumination  depended  upon  the 
screen  used  and  was  highest  with  the  screen  removed. 

Method:  Direct. — ^Two  carbon  lamps,  each  operated  at  a  voltage 
giving  a  match  in  color  with  the  B.  S.  4-wpc  carbon  lamp,  were 
set  up  at  opposite  ends  of  a  five-meter  photometer.  Settings  were 
made,  first  without  the  screen,  then  with  the  screen  interposed. 
This  was  done  first  on  one  side  of  the  photometer  and  then  on  the 
other.  The  observers  were  weighted  according  to  their  experi- 
ence in  color  difference  measurements  and  the  number  of  meas- 
urements made  in  these  tests.     Series  i  and  2  are  independent 


Digitized  by 


Google 


Skogland      J 


Photometric  Comparisons 


293 


determinations  by  this  method.  For  purposes  of  comparison  the 
weighted  mean  values  (columns  4,  7,  and  10)  for  each  observer 
were  computed  by  the  authors. 

TABLES 
Values  of  Tnnsmission— Nela  Research  Laboratory 


ObMfyen 

2B 

2HB 

3B 

S«rlMl 

S«rlM2 

Mean 

SeriMl 

Seri6t2 

Mean 

Serlesl 

Serlea2 

Meoi 

B.P.H 

f.B.C 

a660 
.659 
.665 

.652 
.664 
.656 

0.662 
.661 
.660 
.650 
.662 
.656 

0.661 
.660 
.662 
.651 
.663 
.656 

a590 
.592 
.593 
.578 
.594 
.584 

a  592 
.590 
.590 
.578 
.592 
.584 

a  591 
.591 
.592 
.578 
.593 
.584 

a544 
.548 
.551 
.531 
.550 
.540 

0.543 
.546 
.541 
.530 
.549 
.538 

0.544 
.547 

lf.L 

.546 

C.P.S 

ILO.B 

.531 
.550 

LR.W 

.539 

Mean 

.659 

.6sa» 

.659 

.588» 

.588 

.588 

.544 

.543 

.543 

The  photometer  used  was  the  standard  Lummer-Brodhun  con- 
trast. The  approximate  illumination  on  photometer  screen  was  1 7 
meter-candles. 

Method. — Same  as  the  B.  S.  direct  method,  except  that  the 
screen  and  sectored  disk  were  employed  on  the  side  of  the  com- 
parison lamp,  which  was  set  to  4-wpc  carbon  color.  Series  i 
and  2  are  independent  determinations  by  this  method. 

TABLE  4 
Values  of  Ttansmission — United  Gas  ImproTement  Co. 


2B 

2HB 

3B 

OtMetren 

Seriea 

1 

Seriea 
2 

Mean 

Seriea 

1 

Seriea 
2 

Mean 

Seriea 
1 

Seriea 
2 

Meoi 

H.E.I  

0.645 
.658 
.645 
.656 
.639 
.637 
.640 

a6S0 
.661 
.646 
.642 
.6*2 
.639 
.643 

0.M75 
.6595 
.6455 
.6490 
.640S 
.6380 
.6415 

0.580 
.587 
.583 

.575 
.585 
.572 
.576 

0.579 
.588 

.577 
.574 
.578 
.573 
.577 

0.5795 
.5875 
.5800 
.5745 
.5815 
.5725 
.5765 

0.534 
.548 
.528 
.528 
.529 
.521 
.521 

0.527 
.543 
.523 
.528 
.522 
.522 
.528 

E.P.K 

.5455 

P.A.S 

B.  I       

.5255 
.5280 
.5255 
.5215 

D.V.L.D 

E.  J.B 

W.M.W 

.5245 

Mean . . ,            

.646 

.646 

.646 

.580 

.578 

.579 

.530 

.528 

529 

The  photometer  used  was  a  special  flicker  (see  footnote  3) .  The 
brightness  of  the  photometer  field  was  that  of  a  magnesium  oxide 
surface  tmder  25  meter-candles  illumination. 
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Method:  Direct. — ^The  measurements  were  made  by  seven 
observers  so  selected  from  25  that  t^eir  mean  on  the  color  difference 
for  which  they  were  tested  was  the  same  as  that  of  the  25. 

TABLE  5 
Deviations  of  Each  Obserrer  From  fhe  Mean  of  His  Laboratory 

BXTRBAU  OF  STANDARDS 
Direct  Mettiod 


Devlitloii  of  obflOfven 

Mem 

of 
devia- 
tkmi 

Maxl- 

Ohmnm 

2B 

2JiB 

SB 

Men 

2B 

2J^ 

SB 

ence 
be- 
tween 
devla- 
tSoos 

O.W.M 

a654 
.652 
.645 
.667 
.652 
.648 
.655 
.652 

0.588 
.584 

.575 
.596 
.580 
.581 
.583 
.582 

0.542 
.538 
.526 
.552 
.534 
.535 
.535 
.536 

a595 
.592 
.582 
.605 
.589 
.588 
.591 
.590 

+aooi 

-  .001 

-  .008 
+  .014 

-  .001 

-  .005 
+  .002 

-  .001 

+0.004 
.000 

-  .009 
+  .012 

-  .004 

-  .003 

-  .001 

-  .002 

+aOQ5 
+  .001 

-  .011 
+  .015 

-  .003 

-  .002 

-  ,002 

-  .001 

0.003 
.001 
.009 
.014 
.003 
.003 
.002 
.001 

0.004 

J.F.S 

B.M 

.002 
.003 

H.B.S 

.003 

W.J.K 

W.H.V 

.003 
.003 

A.H.T 

.004 

G.J.S 

.001 

Mtm 

.653 

.584 

.537 

.591 

.004 

.004 

.005 

.004 

.003 

1 

Indirect  MeCliod 


O.W.M 

0.652 
.651 
.648 
.652 
.652 
.651 
.651 
.650 

0.585 
.585 

.581 

a  537 
.538 

.541 

0.591 
.591 
.590 

+0.001 
.000 

-  .003 
+  .001 
+  .001 

.000 
.000 

-  .001 

+0.001 
+  .001 
-  .003 

-a  001 

.000 
+  .003 

a  001 

.000 
.003 

0.002 

J.F.S 

B,M 

.001 
.006 

H.  B.  8 

W.J.K 

W.H.  V 

.585 

.581 
.584 
.585 

.539 
.535 
.541 
.538 

.592 
.589 
.592 
.591 

+  .001 

-  .003 

.000 

+  .001 

+  .001 

-  .003 

+  .003 

.000 

.001 
.002 
.001 
.001 

.000 

.003 

A.H.T 

.003 

G.J.S 

.002 

Metn 

.651 

.584 

.538 

.591 

.001 

.001 

.002 

.001 

.002 

ELECTRICAL  TBSTINO  LABORATORIES  (Direct  Method) 


C.H.S.. 
W.F.L. 
M.H.T. 
C.B.H. 
W.A.M 
Z.1I.C.. 


0.651 

0.583 

0.537 

0.590 

-0.006 

-0.002 

-0.005 

0.004 

.666 

.590 

.5t2 

.599 

+  .009 

+  .005 

.000 

.005 

.661 

.586 

.545 

.597 

+  .004 

+  .001 

+  .003 

.003 

.655 

.586 

.542 

.594 

-  .002 

+  .001 

.000 

.001 

.656 

.583 

.542 

.594 

-  .001 

-  .002 

.000 

.001 

.653 

.579 

.535 

.589 

-  .004 

-  .006 

-  .007 

.006 

0.004 
.009 


.002 
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TninamiMtrm 

Deviation  of  obeervera 
tiom  mean  of  all 

Mean 

of 
devia- 
tions 

Mail- 

differ^ 

Obeerven 

2B 

2>^ 

3B 

Men 

2B 

2HB 

3B 

•nca 
be- 
tween 
devia- 
tion 

S.P.H 

a  661 
.660 
.662 
.651 
.663 
.656 

0.591 
.591 
.592 
.578 
.593 
.584 

0.544 
.547 
.546 
.531 
.550 
.539 

0.599 
.599 
.600 
.587 
.602 
.593 

+0.002 
+  .001 
+  .003 

-  .008 
+  .004 

-  .003 

+0.003 
+  .003 
+  .004 

-  .010 
+  .005 

-  .004 

+aooi 

+  .004 
+  .003 

-  .012 
+  .007 

-  .004 

0.002 
.003 
.003 
.010 
.005 
.004 

0.002 

p,  B.C 

.003 

M.L 

.001 

CP.S 

.004 

R.G.B 

.003 

LR.W..., 

.001 

Mean 

.659 

.588 

.543 

.597 

.003 

.005 

.005 

.004 

.002 

TTlflTSD  GAS  IMPROVBMBUT  CO.  (Direct  Method) 


H.B.I 

B.F.K 

».A.S 

B.J 

D.V.L.D.. 

B.J.B 

W.M.W.. 


Mean. 


a648 

0.580 

0.530 

aS86 

+aoo2 

+aooi 

+aooi 

a  001 

.660 

.588 

.546 

.598 

+  .014 

+  .009 

+  .017 

.013 

.646 

.580 

.526 

.584 

.000 

+  .001 

-  .003 

.001 

.649 

.574 

.528 

.584 

+  .003 

-  .005 

-  .001 

.003 

.640 

.582 

.526 

.583 

-  .006 

+  .003 

-  .003 

.004 

.638 

.572 

.521 

.577 

-  .006 

-  .007 

-  .006 

.006 

.642 

.576 

.524 

.581 

-  .004 

-  .003 

-  .005 

.004 

.646 

.579 

.529 

.585 

.005 

.004 

.005 

.005 

0.001 
.006 

.004' 
.006 
.009 

.001 
.002 


.005 


(a)  Comparison  op  Individuals'  Vai^ues. — ^Another  statement 
of  the  results,  including  only  the  mean  of  the  values  obtained  by 
each  observer  on  each  of  the  three  screens,  is  given  in  Table  5.  In 
the  fifth  column  is  given  the  mean  of  the  values  of  each  observer 
for  the  three  glasses.  In  the  sixth,  seventh,  and  eighth  columns 
are  the  deviations  of  each  observer's  value  from  the  mean  of  his 
laboratory  on  each  glass.  The  constancy  of  the  ratio  of  an  ob- 
server's determination  to  that  of  his  laboratory  shows  the  con- 
sistency with  which  he  maintains  his  criterion  throughout  the 
range  of  color  included.  An  examination  of  the  deviations  shown 
in  this  table  (excluding  for  the  present  those  of  the  Bureau  by 
the  indirect  method)  shows  that  practically  every  observer,  irre- 
spective of  the  kind  of  photometer  used,  maintained  a  fairly  defi- 
nite relation  to  the  mean  of  the  observers  of  his  lat)oratory.  An 
observer's  agreement  with  himself  is  indicated  by  the  differences 
given  in  the  last  column  of  the  table. 
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By  the  ijidirect  method  the  variations  among  observers  is 
avoided,  the  diflBcnlties  of  measurements  with  a  color  difference 
having  been  previously  met  in  the  determination  of  the  char- 
acteristic equation  upon  which,  of  course,  the  values  obtained 
depend.  As  shown  by  the  table,  the  deviations  of  all  observ- 
ers are  about  equal  and  about  one-fourth  what  they  are  by 
the  direct  (color  difference)  method,  although  there  is  practically 
the  same  degree  of  agreement  of  an  observer  with  himself.  The 
chief  advantage  of  this  method  in  calibrating  a  screen  is  that  a 
reliable  result  may  be  obtained  by  any  group  of  observers,  while 
by  the  direct  method  the  results  may  be  somewhat  different, 
depending  upon  the  characteristics  of  the  observers. 

(6)  Comparison  of  Laboratories'  Vai^ues. — In  order  to 
show  in  the  same  way  the  agreement  among  the  various  labora- 
tories, each  taken  as  a  imit,  the  final  means  for  each  laboratory 
are  given  in  Table  6,  in  which,  as  before,  the  flicker  values  are 
compared  with  the  mean  of  those  obtained  with  the  Lunmier- 
Brodhun  photometer. 

TABLE  6 

Deviations  of  Laboratories'  Values  from  the  Mean  of  the  Three  Using  Lununer- 

Brodhon  Photometers 

Lismm«r-Brodlraii  Pbotometer 


LatMntodM 

L-BvaluM 

Mean 

of 
devia- 
tions 

Mazl- 
mam 
difference 
between 
devia- 
tions 

2B 

2HB 

3B 

Men 

2B 

2KB 

SB 

B.S 

0.653 
.657 
.659 

0.584 
.585 
.588 

a  537 
.542 
.543 

0.591 
.595 
.597 

-0.003 
+  .001 
+  .003 

-0.002 
-  .001 
+  .002 

-0.004 
+  .001 
+  .002 

0.003 
.001 
.002 

0.002 

B.T.L 

W.R.L 

.002 
.001 

Mftn.  , 

.656 

.586 

.541 

.594 

;002 

.002 

.002 

.002 

.002 

pucker 


U.O.I 


0.646 


0.579 


0.529 


0.585   -0.010   -0.007   -0.012 


0.010 


0.005 
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V.  RESULTS  ON  THE  LAMPS 

The  results  on  the  lamps  were  expressed  differently  by  each 
laboratory.  One  (E.  T.  L.)  gave  all  the  values  in  candlepower; 
another  (U.  G.  I.)  reported  the  values  as  ratios  using  the  value 
at  the  lowest  voltage  as  imity ;  and  the  third  (N.  R.  L.)  gave  the 
ratio  of  the  candlepower  at  each  voltage  to  the  candlepower  at 
the  next  lower  voltage.  Only  one  laboratory  (N.  R.  L.)  reported 
the  values  of  the  individual  observers  as  was  done  by  all  in  their 
reports  on  the  screens.  For  this  reason  only  the  mean  values 
obtained  by  each  laboratory  are  given  in  the  table  of  results 
(Table  7). 

The  Bm-eau's  values  of  both  current  and  candlepower  were  read 
from  the  characteristic  curves  previously  determined  by  a  group 
of  observers  whose  mean  was  practically  the  same  as  the  mean  of 
the  group  that  made  the  measurements  on  the  screens. 

In  the  Electrical  Testing  Laboratories  the  candlepower  meas- 
urements were  made  by  two  observers  (M.  H.  T.  and  C.  E.  H.) 
whose  mean  was  the  same  as  the  mean  of  all  the  observers  on 
the  screens  and  the  color  steps  were  made  with  Wratten  filters 
which  had  been  calibrated  by  a  large  number  of  observers.  In 
the  Nela  Research  Laboratory  the  measurements  on  the  lamps 
and  screens  were  made  by  the  same  group  of  observers  with  the 
exception  that  observer  M.  L.  made  no  measurements  on  the 
lamps.  The  cascade  method  was  used  in  determining  values  on 
the  lamps  at  the  various  voltages. 

In  the  U.  G.  I.  Laboratory  the  lamps  were  measiu-ed  with  a 
Lummer-Brodhun  photometer  having  in  the  eyepiece  a  Crova 
solution  calibrated  on  the  photometric  scale  there  used  in  which 
are  involved  the  flicker  photometer  under  certain  chosen  illiunina- 
tion  and  other  conditions  and  the  selection  of  observers  from  a 
large  group.  The  group  used  as  a  basis  for  the  Crova  solution 
work  consisted  of  61  observers;  the  glass  screen  calibrations  were 
on  the  basis  of  a  group  of  25 
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TABLE  7 
Candlepower  and  Current  Values  Found  bj  the  DiffBrent  Labocatories 


Vote 

AmpKM 

UovNot. 

FUekw 

OMIOT 

B.S. 

B.T.L. 

N.R.L. 

U.O.L 

B.S. 

E.T.L. 

N.R.L. 

U.O.L 

71 

1.000 

LOOO 

LOOO 

LOO 

0.3646 

a  3647 

a3646 

O.36S0 

81 

L674 

L677 

L684 

L6S 

.3944 

.3944 

.3944 

.3951 

2608 

91 

2.604 

2.616 

2.627 

2.60 

.4224 

4229 

.4226 

.4234 

101 

3.S32 

3.848 

3.864 

3.85 

.4495 

.4498 

.4496 

.4500 

111 

S.392 

5.434 

5.460 

5.34 

.4753 

.4758 

.4736 

.4757 

70 

LOOO 

LOOO 

LOOO 

LOO 

.3926 

.3925 

.3920 

.3929 

80 

L687 

L695 

L696 

L69 

.4245 

.4249 

.4244 

.4253 

2662 

90 

2.838 

2.647 

2.661 

2.60 

.4549 

.4555 

.4551 

.4555 

100 

3.896 

3.923 

3.931 

3.88 

.4843 

.4846 

.4840 

.4844 

110 

S.S01 

5.554 

5.585 

5.45 

.5118 

.5125 

.5120 

.5121 

72 

LOOO 

LOOO 

LOOO 

LOO 

.2625 

.2628 

.2626 

.2625 

82 

L6S9 

L659 

L674 

L65 

.2838 

.2841 

.2838 

.2840 

2865 

92 

2.567 

2.579 

2.615 

2.56 

.3037 

.3041 

.3036 

.3035 

112 

5.277 

5.354 

5.380 

5.28 

.3408 

.3411 

.3406 

.3408 

132 

9.40 

9.45 

9.58 

9.22 

.3744 

.3752 

.3748 

.3749 

72 

LOOO 

LOOO 

LOOO 

LOO 

.2611 

.2615 

.2614 

.2616 

92 

2.576 

2.588 

2.621 

2.58 

.3020 

.3024 

.3024 

.3024 

2866 

112 

5.304 

5.355 

5.415 

5.30 

.3390 

.3395 

.3393 

.3394 

122 

7.191 

7.223 

7.321 

7.16 

.3562 

.3568 

.3566 

.3566 

132 

9.46 

9.52 

9.63 

9.38 

.3728 

.3735 

.3732 

.3731 

The  Nda  Research  Laboratory  gave  the  highest  and  lowest 
ampere  values  at  each  voltage,  but  to  make  the  results  uniform 
with  the  definite  values  reported  by  the  other  laboratories  the 
mean  of  these  extremes  at  each  voltage  was  assumed  as  the  cor- 
rect ampere  value.  The  deviations  of  the  ampere  values  as  given 
for  the  various  laboratories  in  Table  7  from  the  mean  of  all  at 
each  voltage  have  been  computed  and  foimd  to  be,  on  the  average, 
about  0.05  per  cent  and  the  same  for  all  four  lamps. 

In  Table  8  are  given  the  values  of  the  ratios  of  the  candle- 
power  at  each  voltage  to  that  at  the  lowest  voltage,  which  corres- 
ponds to  4-wpc  carbon  color.  The  laboratories  are  arranged  in 
the  order  in  which  they  measured  the  lamps.  As  in  the  case  of 
the  results  on  the  glass  screens,  the  values  obtained  by  each  lab- 
oratory are  compared  with  the  mean  of  the  three  ^laboratories 
using  Lummer-Brodhim  photometers. 


Digitized  by 


Google 


^[jjgjj^^  Photometric  Comparisons 

TABLE  8 
CompAxison  of  Candlepowar  Ratios  Found  bj  fhe  Different  Laboratories 
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"Ssr 

lamp  Not. 

nicker 

B.S. 

S.T.L. 

N.S.L. 

Mean 

ir.o.L 

2008                       

81:n 
80:70 
82:72 

1.674 
L687 
1.659 

1.677 
1.695 
1.659 

1.684 
1.696 
1.674 

1.678 
1.693 
1.664 

1.68 

2(62 

1.69 

2965    , -, 

1.65 

X^im                              

1.673 
-  .3 

1.677 
-  .1 

1.685 

+  .4 

1.678 
.3 

1.673 

Tw»t^ift»  frmn  mMn  (nm  cmt)-  -     ^ 

—  .3 

2(08 

91:71 
90:70 
92:72 
92:72 

2.604 
2.638 
2.567 
2.576 

2.616 
2.647 
2.579 
2.588 

2.627 
2.661 
2.615 
2.621 

2.616 
2.649 
2.587 
2.595 

2.60 

2662 

2.60 

2869                  -  - 

2.56 

2866 

2.58 

Metn 

2.596 
-  .6 

2.608 
-  .2 

2.631 

+  .7 

2.612 
.5 

2.58S 

n<wri«Miwi  ffmin  mMn  (pvr  cent) 

—1.0 

2606 

101:71 
100:70 

3.832 
3.896 

3.848 
3.923 

3.864 
3.931 

3.848 
3.917 

3.85 

2662                     

3.88 

Mean 

3.864 
-  .5 

3.886 
+  .1 

3.898 

-1-  .4 

3.883 
.3 

3.065 

Davkdon  Imm  mean  (D«r  cent) 

—  .5 

2608 

111:71 
110:70 
112:72 
112:72 

5.392 
5.501 
5.277 
5.304 

5.434 
5.554 

5.354 
5.355 

5.460 
5.585 

5.389 
5.415 

5.429 
5.547 
5.340 
5.358 

5.34 

2662 

5.4S 

2865 

5.28 

2866 

5.30 

Mean 

5.368 
-  .9 

5.424 

+  .1 

5.462 
+  .8 

5.418 
.6 

5.342 

Deflation  from  mean  (par  cant) 

-L4 

2866 

122:72 

7.191 
-  .7 

7.223 
-  .3 

7.321 
+1.0 

7.245 
.7 

7.16 

Deflation  from  mean  (par  cant) 

-1.2 

2865 

132:72 
132:72 

9.40 
9.46 

9.45 
9.52 

9.58 
9.63 

9.48 
9.54 

9.22 

2866 

9.38 

Mean 

9.43 

9.48 
-  .3 

9.61 
+1.0 

9.51 
.7 

9.30 

—2.2 

In  order  to  determine  later  the  agreement  of  the  measurements 
on  the  lamps  with  those  on  the  screens,  percentage  deviations 
from  the  mean  obtained  for  all  lamps  at  each  voltage  are  given  in 
Fig.  I ,  and  the  representative  cm-ve  for  each  laboratory  is  drawn. 
The  points  at  which  the  screens  fall  (i.  e.,  the  approximate  voltage 
to  which  a  timgsten  test  lamp  would  have  to  be  set  to  obtain  a 
color  match  with  the  screen  removed)  are  indicated  by  the  vertical 
60239**— 16 — e 


Digitized  by 


Google 


300 


Bulletin  of  the  Bureau  of  Standards 


{Vd.X3 


dotted  lines  which  intersect  the  curves  of  this  figure.  Correction 
to  the  mean  value  of  the  transmission  of  each  screen  may  now  be 
assigned  from  a  consideration  of  the  percentage  difference  on  the 
lamps,  as  shown  in  the  figure  at  the  intersection  with  the  corre- 
sponding vertical  line.  There  is  thus  obtained  for  the  screens  a 
relation  among  the  laboratories  corresponding  to  that  given  by 
the  cinves  for  the  lamps  over  the  range  covered  by  the  screens. 
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FlG.  X. — Values  on  the  lamps  expressed  as  differences  from  the  mean  obtained  by  the  ihree 
laboratories  using  Lummer-Brodhun  photometers.  The  dots  at  joo,  no,  120,  and  ISO 
volts  represent  flicker  values  found  by  Crittenden  and  Richtmyer.    (See  Section  VI, ) 

VI.  COMPARISON  OF  RESULTS  ON  LAMPS  AND  SCREENS 

The  values  obtained  for  the  glasses  by  direct  measin^ment  and 
those  by  computation  (see  Sec.  V)  from  the  results  on  the  lamps 
are  compared  in  Table  9.  In  the  last  foiu*  colimms  of  the  lower 
half  of  the  table  are  the  differences  between  these  two  sets  of 
values.  It  is  to  be  noted  that  for  the  three  laboratories  using 
the  Ltmmier-Brodhun  photometer  the  differences  average  about 
0.2  per  cent  on  the  mean  of  the  three  glasses.  •  That  is,  each  labora- 
tory was  remarkably  consistent  in  the  two  series  of  measurements. 
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Comptxisoii  of  Obserred  and  Computed  Vtlues  on  the  Screens 
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Valma  of  acraena  aa  olManred 

B.S. 

S.T.L. 

N.R.L. 

Mean 

U.O.I. 

2B 

a653 
.584 
.537 

a657 
.585 

.542 

0.659 
.588 
.543 

a656 
.586 
.541 

a646 

JKB 

.579 

SB 

.529 

Mean 

.591 

.595 

.597 

.594 

.585 

Sen^aa 

Ralatlve  valttaa  aa  oomontod  from 

obaefved  valaaa 

B.& 

E.T.L. 

N.R.L. 

U.O.L 

B.8. 

B.T.L. 

N.R.L. 

U.G.L 

2B 

asss 

.5825 
.537 

0.6555 
.5855 

.5405 

0.6595 
.5905 
.5455 

0.6525 
.5815 
.5355 

0.000 

+  .0015 

.000 

+aooi5 

-  .0005 
+  .0015 

-a  0005 

-  .0025 

—  .0025 

-0.0065 

jjflB 

SB 

•  .0065 

Mean 

.591 

.594 

.5985 

.590 

.0005 

•.0012 

.0018 

.0052 

In  regard  to  the  flicker  values,  it  appears  that  the  somewhat 
greater  differences  between  the  results  on  the  glasses  and  the 
lamps  is  due  to  the  values  assigned  to  the  former.  As  further 
evidence  of  this  fact,  the  results  by  Crittenden  and  Richtmyer  • 
on  two  of  the  lamps  (Nos.  2865  and  2866),  using  color  screens 
calibrated  by  means  of  a  flicker  photometer,  agree  very  closely, 
except  at  120  volts,^  with  those  reported  by  the  U.  G.  I.,  their 
values  being  indicated  by  dots  in  Fig.  i.  On  the  other  hand,  the 
results  given  by  the  same  authors  for  the  screens  by  the  flicker 
method  do  not  agree  so  well  with  the  U.  G.  I.  values  here  reported. 

The  differences  given  in  this  table  show  that  the  first  three 
laboratories  mentioned  are  consistent  in  their  measurements  on 
the  lamps  and  screens  to  within  less  than  0.2  per  cent  on  the 
average,  and  that  the  U.  G.  I.  computed  value  is  practically  the 
same  as  that  of  the  Btureau  of  Standards. 

Vn.  ADDITIONAL  CHECK  MEASUREMENTS 

In  order  to  secure  a  fiu-ther  check  of  the  ratio  of  the  values 
obtained  by  the  Nela  Research  Laboratory  and  the  Bureau  of 
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the  courtesy  of  Dr.  Hyde,  came  to  the  Btireau  and  made  a  nimiber 
of  comparative  measurements  with  the  Bureau's  observers  who 
took  part  in  this  intercomparison. 

Comparative  measurements  were  first  made  of  the  ratio  Y/B 
and  of  the  transmission  of  a  glass  screen  (3G)  using  the  flicker 
photometer.  (See  next  section.)  In  these  meastuiements  the 
B.  S.  observers  checked  their  former  values  to  within  the  errors 
of  observation,  and  hence  their  values  in  this  test  are  not  here 
given.  Following  this  test,  one  of  the  lamps  (No.  2661)  used  in 
establishing  the  voltage-candlepower  curve  for  tungsten  lamps 
was  meastu'ed  at  106  volts  in  terms  of  its  value  at  70  volts  using 
a  Lummer-Brodhim  photometer.  At  the  latter  voltage  the  color 
of  this  lamp  was  the  same  as  that  of  a  4-wpc  carbon  and  at  the 
upper  voltage  the  color  corresponded  to  that  produced  by  glass 
3B  when  used  with  a  4-wpc  carbon  lamp.  The  comparison  lamp 
was  adjusted  for  color  match  with  No.  2661  at  70  volts,  and  the 
illumination  on  the  photometer  screen  was  adjusted  to  10  meter- 
candles  as  in  all  the  previous  measurements  made  at  the  Bureau 
in  this  intercomparison.  Three  series  of  determinations  of  the  ratio 
of  candlepower  at  the  two  voltages  were  made  by  five  observers, 
including  Mr.  Cady,  and  all  settings  were  made  by  the  contrast 
principle  as  was  done  in  all  the  previous  measiu-ements  at  the 
Bureau.  These  results,  together  with  the  values-  previously 
obtained  for  3B  by  these  five  observers  (see  Table  5),  each  in  his 
own  laboratory,  are  given  in  Table  10. 

TABLE  10 
Comparison  of  Check  Measurements 


ObsMv«fi 

SmImI 

S«rlM2 

SetlM3 

BCeui 

Tnuii- 

missioii 

ot3B, 

from 

Ttbl«5 

F.E.C 

4.90 
4.85 
4.79 
4.80 
4.80 

4.92 
4.87 
4.84 
4.81 
4.76 

4.91 
4.81 
4.81 
4.73 
4.73 

4.91 
4.85 
4.81 
4.78 
4.77 

0.547 

O.W.M 

.542 

J.P.S 

.538 

W.J.K 

.534 

O.J.S 

.536 
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A  comparison  of  the  last  two  columns  shows  that,  for  the 
lamp,  the  percentage  difference  between  the  value  of  Mr.  Cady 
and  the  mean  of  the  B.  S.  observers  is  practically  the  same  as  for 
the  screen,  although  the  latter  was  measured  under  considerably 
different  conditions  of  illumination  in  the  two  laboratories.  As 
the  color  step  was  the  same  in  each  case,  it  can  be  reasonably 
concluded  from  this  check  that  the  indicated  small  difference 
between  the  two  laboratories  is  real  and  is  due,  at  least  in  a  great 
measiue,  if  not  entirely,  to  a  difference  in  the  characteristics  of 
the  two  groups  of  observers.  In  this  connection  it  is  of  interest 
to  note  that  if,  in  either  laboratory,  the  first  half  of  the  observers, 
in  the  order  given  in  Table  5,  be  arbitrarily  taken  as  one  group 
and  the  other  half  as  a  second  group,  the  difference  between  the 
value  by  the  two  groups  in  either  laboratory  is  comparable  with 
the  difference  between  the  laboratories  themselves. 

It  is  obvious,  therefore,  that  all  measurements  involving  a 
color  difference  should  be  left  as  much  as  possible  to  the  standard- 
izing laboratory  where  the  observers  should  be  carefully  selected, 
their  relation  to  normal  determined,  and,  if  necessary,  corrections 
made  to  their  observations. 

Vm.  CHARACTERISTICS  OF  THE  BUREAU  OF  STANDARDS' 

OBSERVERS 

In  the  investigation  by  Crittenden  and  Richtmyer,  referred  to 
in  Section  VI,  the  observers  who  took  part  in  this  intercompari- 
son  determined,  with  the  flicker  photometer,  a  value  for  the  ratio 
of  the  Ives-Elingsbury  yellow  and  blue  solutions,*  and  also  a  value 
for  the  transmission  of  glass  screen  3G.  These  values,  together 
with  the  values  obtained  with  the  Lummer-Brodhun  photometer 
for  glass  screen  3B  (Table  5,  direct  method),  which  had  about  the 
same  color  density  as  3G,  are  given  in  Table  11.  In  this  table  are 
included  also  the  mean  values  by  the  114  observers  used  by 
Crittenden  and  Richtmyer,  the  values  by  Mr.  Cady,  and  those  by 
Dr.  C.  H.  Sharp  and  Dr.  H.  E.  Ives,  who  were  observers  in  their 
respective  laboratories  and  who  visited  the  Btireau  and  made 
their  measiwements  during  the  progress  of  the  above  investiga« 
tion  by  Crittenden  and  Richtmyer. 

•TnuBS.  I.  E.  S.,  10,  p.  aoj;  2915. 
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TABLE  11 
Data  on  Obserrers 


Ratio 
Y+B 

X>efifltlimi  from  tvnag« 
of  114  obMrveri 

IHfference 
between 
devlitlonft 

Obstrf«fi 

3G. 
Flicker 

3B. 

Brodhun 

Flicker 

Ltumner- 
Brodlitin 

O.W.M,(B.a) 

1.025 
1.103 
1.120 
.822 
.968 
.948 
1.014 
.998 

0.540 
.534 
.532 
.559 
.540 
.548 
.542 
.540 

0.542 
.538 
.526 
.552 
.534 
.535 
.535 
.536 

-a  003 

-  .009 

-  .011 
+  .016 

-  .003 
+  .005 

-  .001 

-  .003 

+aoo8 

+  .004 
-  .008 
+  .018 
.000 
-1-  .001 
+  .001 
+  .002 

+0.011 

J.F.8.(B.S.) 

•4-    013 

B.M,(B.a) 

+  .00$ 
+  .002 

H.B.&(B.S.) 

W.J.K.(B.S.) 

W.H.V.(B.  &) 

A.H.T.(B.S.) 

O.J.S.(B.S.) 

+  .003 
-  .004 
+  .002 
+  .005 

Mmr> 

1.000 

.542 

.537 

-  .001 

+  .003 

+  .004 

F.  B.  C.  (N.  R.  L.) 

1.044 
1.058 
.951 
.99 

.536 
.534 
.542 
.543 

.547 
.537 
.540 
.534 

-  .007 

-  .009 

-  .001 

+  .013 
+  .003 
+  .006 

+  .020 
+  .012 

C.  H.  S.  (B.  T.  L.) 

H.B.L(U.O.L) 

Afwagt  of  114  obteiwt 

+  .007 

It  is  to  be  noted  that,  although  there  is  considerable  variation 
in  the  ratio  Y/B  among  the  different  individuals  of  the  Bureau's 
group  of  eight  observers,  the  mean  of  all  is  remarkably  close  to  the 
characteristic  ratio  (0.99)  found  by  Crittenden  and  Richtmyer  for 
the  average  of  1 14  observers.  Hence,  as  is  evident  from  the  results 
on  3G,  a  mean  value  obtained  by  this  group  with  a  flicker  pho- 
tometer would  require  practically  no  correction  to  obtain  a  value 
corresponding  to  that  by  the  average  eye. 

A  comparison  of  the  values  on  3B  shows  that  this  group  is  very 
close  to  the  average  of  the  1 14  observers  also  in  its  results  with  the 
Lummer-Brodhun  photometer,  although  not  quite  so  close  as  with 
the  flicker.  Whether  this  slightly  greater  variation  arises  from  the 
fact  that  in  the  average  eye  work  of  Crittenden  and  Richtmyer  the 
illumination  was  higher  than  in  this  investigation,  or  that  in  the 
former  the  photometer  was  used  as  an  equality  rather  than  as  a 
contrast  field,  or  (as  is  more  likely)  from  the  greater  uncertainty 
of  the  Lummer-Brodhun  photometer,  is  diflBcult  to  say.  However, 
as  is  shown  by  the  differences  between  deviations  and  better  by 
means  of  a  plot  between  values  of  Y/B  and  transmission  (Fig.  2), 
all  the  individuals  of  this  group  do  not  have,  with  respect  to  the 
average  of  the  114,  the  same  relation  with  the  Lummer-Brodhiin 
photometer  as  they  do  with  the  flicker,  the  first  two  being  decidedly 
different  by  the  two  methods. 
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Now  it  is  found  that  if  these  two  observers  be  omitted  the  mean 
of  the  other  six  with  a  flicker  photometer  is  just  as  close  to  normal 
as  the  whole  group,  their  mean  flicker  values  for  3G  and  Y/B  being 
0.5435  and  0.98,  respectively;  and,  further,  their  mean  Liunmer- 
Brodhim  value  for  3B  is  more  nearly  equal  to  the  average  eye 
value  (0.534),  being  0.536  instead  of  0.537,  as  found  by  the  whole 
group.  It  would  appear,  therefore,  that  in  order  to  make  a  com- 
parison of  former  B.  S.  values  with  present  (average  eye)  values, 
as  is  done  below,  there  is  perhaps  some  advantage  in  using  the 
mean  of  this  "selected"  group  of  six. 
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Fig.  2. — This  is  a  plot  of  ike  values  given  in  Table  11,  The  ordinates  are  values  of 
transmission  expressed  as  differences  in  per  cent  from  the  corresponding  average  value 
obtained  by  JI4  observers,  Lummer-Brodkun  values  by  the  eight  B.  S,  observers  are 
represented  by  X'^  oful  their  flicker  values  by  o*s.  The  corresponding  values  by  the 
three  observers  from  the  outside  laboratories  ore  represented  by  +*s  and  ^*s,  respectively. 
The  curve  represents  ike  flicker  data  obtained  by  ike  114  observers. 

Further  checks  on  the  value  of  3B  from  the  present  investigation 
as  well  as  from  the  investigation  of  Crittenden  and  Richtmyer,  who 
determined  values  for  3G,  which  was  found  to  be  1.6  per  cent 
higher  than  3B,  are  given  in  the  following  table.  Nearly  all  of  the 
20  observers  selected  by  Crittenden  and  Richtmyer  from  the  114 
had  considerable  photometric  experience,  and  they  were  well  dis- 
tributed with  respect  to  the  average  eye  characteristic  as  deter- 
mined with  a  flicker  photometer. 
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TABUS  12 

Comparison  of  Values  by  Different  Methods  and  also  by  Different  Groups  of 

Observers 

L  With  the  Lummer-Brodhuii  photometer: 

A.  As  fotmd  In  Crittenden  and  Richtniyer*8  inveiticatiott— 

1.  By  114  observers  selected  at  random  from  the  Boreaa  of  Standards  sdentUlc 

staff  (one  set  each) 3B-0.534 

2.  By  20 observers  selected  from  the  114  (two  sets  each) 3B-0.536 

3.  By  14  most  consistent  observers  selected  from  the  20  (two  sets  each) 3B  «0.S38 

B.  As  found  in  this  intercomparison— 

1.  BySobservers 3B— 0.537 

2.  By  6  observers  selected  from  the  8 3B-0.536 

n.  With  the  flicker  photometer: 

A.  As  ionnd  in  Crittenden  and  Richtmyer's  investigation— 

1.  By  114  observers  (same  as  above) 3B  —  0. 534 

2.  By  20 observers  (same as  above) 3B— 0.534 

3.  By  14  observers  ( same  as  above) 3B  —  0. 534 

4.  By  8  observers  (same  as  above) 3B— 0.533 

5.  By  6  observers  (same  as  above) 3B— 0.534 

B.  As  found  in  this  intercomparison— 

1,  By  U.  O.  I^  direct  measurement 3B— 0.529 

2.  By  computation  from  U.  O.  L  measurements  on  lamps  with  the  Lummer- 

Bredhun  photometer  and  a  Crova  solution  calibrated  by  a  method  invotvfaig 

the  flicker  photometer 3B-0.536 

From  the  above  comparison  it  is  apparent  that  for  the  color 
difference  here  represented  the  group  of  eight,  as  well  as  the  group 
of  six,  is  as  nearly  normal  as  it  is  possible  for  a  small  group  to 
reproduce  average  eye  values  with  the  respective  photometers 
mentioned. 

IX.  CHECK  OF  FORMER  VALUES 

Screen  2XB  was  chosen  for  this  intercomparison  because  it 
had  approximately  the  same  color  value  as  the  glasses  used  in  the 
intercomparison  with  the  National  Physical  Laboratory.  The 
mean  values  found  for  this  screen  by  the  group  of  eight  and  by 
the  group  of  six  were  0.5836  and  0.5828,  respectively.  The  rela- 
tive value  of  2KB  to  3KC,  which  is  one  of  the  glasses  used  in  the 
B.  S.-N.  P.  L.  intercomparison,  has  been  recently  determined  and 
found  to  be  as  follows: 

3KC-2KB  +0.010 

Therefore,  by  the  group  of  8  observers 3X^=0.  5836+0. 010=0.  5936 

And  by  the  group  of  6  observers 3KC=o.  5828+0. 010=0.  5928 

Value  used  in  the  B.  S.-N.  P.  L.  intercomparison  in  1911 o.  5924 

Although  in  the  earlier  measurements  made  by  the  Biu-eau  of 
Standards  no  method  of  selection  of  observers  was  emploved  and 
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terbalanced  each  other,  and  the  figures  then  obtamed  by  the 
Bureau  with  the  Lummer-Brodhun  photometer  correspond  closely 
to  those  now  obtained  by  an  average  eye  working  under  the  higher 
illumination  used  by  the  investigators  mentioned.  Of  course,  it 
would  not  be  expected  that  such  deviations  would  all  be  in  one 
direction,  but  that  they  were  averaged  out  so  completely  was  a 
matter  of  good  fortime. 

X.  CONCLUSION 

The  results  of  this  intercomparison  show  quite  conclusively 
that  in  each  laboratory,  regardless  of  the  kind  of  photometer 
used,  even  though  a  considerable  color  difference  was  involved, 
each  observer  maintained  a  fairly  constant  criterion  with  respect 
to  the  mean.  The  same  is  true  of  each  laboratory  in  respect  to 
its  relation  to  the  mean  of  all,  as  judged  by  the  measm^ments  on 
the  glass  screens  and  those  made  on  the  lamps  some  months 
afterward. 

Considering  the  difficulties  involved  in  the  measurements,  the 
different  characteristics  of  observers  and  the  wide  difference  in 
illumination  employed,  covering  probably  a  range  of  ten  times, 
the  agreement  among  the  laboratories  must  be  considered  remark- 
ably good.  It  is  true,  however,  that  although  the  differences  are 
small  they  are  not  negligible  in  precision  photometry. 

It  is  evident,  therefore,  that  measurements  to  establish  standards 
involving  a  color  difference  should  be  left  as  much  as  possible  to 
the  standardizing  laboratory  where  the  observers  must  be  care- 
fully selected  and  a  considerable  number  employed  and  the  kinds 
of  instruments  and  the  conditions  of  illumination,  etc.,  definitely 
fixed. 

An  examination  of  the  Bure^u*s  observers  who  took  part  in 
this  work  shows  that  their  mean  characteristic  is  very  approxi- 
mately the  same  as  that  of  the  *'  average  eye,'*  as  determined  from 
a  test  of  1 14  observers  taken  at  random  from  the  Biu"eau's  scien- 
tific staff. 

Further  evidence  is  obtained  as  to  the  accuracy  of  the  values 
assigned  to  a  group  of  1.5-wpc  tungsten  standards  used  in  a 
previous  intercomparison  with  the  National  Physical  Laboratory 
of  England. 

The  authors  express  the  Btureau's  appreciation  of  the  coopera- 
tion of  the  laboratories,  and  of  those  who  represented  them,  in 
carrying  out  this  investigation. 

Washington,  January  22,  19 16. 
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I.  INTRODUCTION 

Plastic  flow  is  of  importance  in  many  diverse  fields,  such  as 
geophysics,  colloidal  chemistry,  metallurgy,  ceramics,  road  build- 
ing, and  the  lime  and  cement  business.  The  property  of  plas- 
ticity, like  ductility  and  malleability,  is  not  at  present  strictly 
definable,  although  the  term  is  much  more  familiar  than  the 
strictly  defined  terms  ''viscosity"  and  "fluidity.*' 

In  the  study  of  plastic  flow  it  has  already  been  shown  that  most 

homogeneous  solids  will  flow  somewhat  after  the  manner  of  liquids, 

if  subjected  to  sufficient  pressure.    Copper,  steel,  lead,  ice,  menthol, 

glass,  and  asphalt  fall  in  this  class  in  so  far  as  they  may  be  regarded 

as  homogeneous  solids.     But  ordinarily  plastic  substances  are  not 

homogeneous  solids  but  suspensions  of  finely  divided  solids  in 

fluids,  such  as  paint  in  oil,  lime  in  water,  and  especially  clay  in 

water.    Numerous  papers  have  been  devoted  to  the  explanation 

of  this  latter  type  of  plasticity. 
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Since  glass  and  other  similar  bodies  are  often  regarded  not  as 
solids  but  as  very  viscous  liquids,  the  demarcation  of  viscous  flow 
from  plastic  flow  has  not  been  sharply  made.  In  fact,  attempts 
have  been  made  to  give  numerical  values  to  the  viscosity  of  ice, 
menthol,  glass,  and  pitch,  and  Tammann^  defines  plasticity  in  a 
perfectly  definite  manner  as  the  reciprocal  of  viscosity — in  other 
words,  plasticity  and  fluidity  are  synonymous. 

Unfortunately,  for  the  sake  of  simplicity,  this  definition  is  clearly 
untenable.  If  any  finely  divided  solid,  such  as  clay,  be  suspended 
in  a  liquid,  the  fluidity  is  lowered  rapidly  and  in  a  perfectly  linear 
manner,  so  that  at  a  comparatively  low  concentration  of  clay  the 
fluidity,  as  measured  in  the  ordinary  viscometer,  approaches  zero. 
Thus  Durham  and  Bingham  *  found  that  a  certain  clay  suspended 
in  water  gave  a  zero  fluidity  when  the  volume  percentage  had 
reached  6.95  (14.6  per  cent  by  weight),  this  being  independent  of 
the  temperature.  This  concentration  apparently  serves  to  sharply 
demarcate  plastic  from  viscous  flow.  Suspensions  more  dilute 
than  this  critical  concentration  are  subject  to  viscous  flow,  while 
those  containing  more  solid  in  suspension  are  plastic. 

These  results  are  in  harmony  with  the  views  of  Maxwell,'  which 
are  so  important  that  we  quote  them  at  length: 

If  the  fonn  of  the  body  is  found  to  be  permanently  altered  when  the  stress  exceeds 
a  certain  value,  the  body  is  said  to  be  soft  or  plastic  and  the  state  of  the  body  when  the 
alteration  is  just  going  to  take  place  is  called  the  limit  of  perfect  elasticity.  If  the 
stress,  when  it  is  maintained  constant,  causes  a  strain  or  displacement  in  the  body 
which  increases  continually  with  the  time,  the  substance  is  said  to  be  viscous.  When 
this  continuous  alteration  of  form  is  only  produced  by  stresses  exceeding  a  certain 
value,  the  substance  is  called  a  solid ,  however  soft  it  may  be.  When  the  very  smallest 
stress,  if  continued  long  enough,  will  cause  a  constantly  increasing  change  of  form,  the 
body  must  be  regarded  as  a  viscous  fluid,  however  hard  it  may  be. 

Thus  a  tallow  candle  is  much  softer  than  a  stick  of  sealing  wax;  but  if  the  candle 
and  the  stick  of  sealing  wax  are  laid  horizontally  between  two  supports,  the  sealing 
wax  will  in  a  few  weeks  in  summer  bend  with  its  own  weight,  while  the  candle  remains 
straight.  The  candle  is  therefore  a  soft  (or  plastic)  solid,  and  the  sealing  wax  a  very 
viscous  fluid. 

What  is  required  to  alter  the  form  of  a  soft  solid  is  sufficient  force,  and  this,  when 
applied,  produces  its  effect  at  once.  In  the  case  of  a  viscous  fluid  it  is  time  which  is 
required,  and  if  enough  time  is  given  the  very  smallest  force  will  produce  a  sensible 
effect,  such  as  would  be  produced  by  a  very  large  force  if  suddenly  applied. 

Thus  a  block  of  pitch  may  be  so  hard  that  you  can  not  make  a  dint  in  it  with  your 
knuckles;  and  yet  it  will,  in  the  course  of  time,  flatten  itself  out  by  its  own  weight 
and  glide  down  hill  like  a  stream  of  water. 
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the  body  is  found  to  be  permanently  altered  when  the  stress 
exceeds  a  certain  value.  These  experiments  indicate  that  the 
demarcation  between  the  two  r^g^mes  is  very  sharp,  but  they  do 
not  give  any  clue  in  r^ard  to  the  laws  of  plastic  flow,  which  must 
be  known  before  a  rational  basis  can  be  obtained  for  the  quanti- 
tative measurement  of  plasticity. 

n.  EXPERIMENTAL 
1.  DESCRIPTION  OF  APPARATUS 

The  essential  part  of  the  apparatus  used  for  the  study  of  plastic 
flow  is  shown  in  Fig.  i .  Pressure  is  admitted  at  F  from  an  air  res- 
ervoir connected  with  a  water  manometer.  The 
chamber  D,  2  cm  in  diameter  and  4.4  cm  deep, 
contains  the  plastic  substance  to  be  forced  through 
the  glass  capillary  A ,  cemented  into  the  brass  cap 
B,  this  last  being  screwed  tightly  into  the  main 
part,  using  a  lead  gasket.  The  receiver /iC  is  held 
in  place  by  a  rubber  collar  C  during  the  flow,  but 
after  the  efflux  the  apparatus  is  removed  from  the 
constant -temperatiu^  bath  in  which  it  is  im- 
mersed, the  receiver  closed  with  a  rubber  stopper, 
and  weighed.  At  M  there  is  a  connection  for 
rubber  tubing  leading  out  of  the  bath  in  order 
to  keep  the  space  in  the  receiver  at  atmospheric 
pressure. 

On  exposiu"e  to  ordinary  air  the  materials  used 
were  liable  to  changes  in  concentration  due  to 
evaporation,  hence  it  was  necessary  to  work  in 
an  atmosphere  saturated  with  water  vapor,  using 
a  chamber  whose  walls  were  kept  moistened. 
The  material  was  made  up  by  weight  in  a  glass- 
stoppered  weighing  bottle  and  then  thoroughly 
shaJcen  until  the  mass  was  uniform.  Experi- 
ments were  made  to  determine  whether  any 
change  in  the  rate  of  flow  would  result  from  al- 
lowing the  material  to  stand  for  several  hours 
after  being  prepared,  but  no  change  was  observed. 

The  possibility  of  the   material  changing   its 


Fig.  I. — The  vls^ 
cotneter  used  foT 
very  viscous  or- 
plastic  materials 
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with  this  precaution,  a  difficulty  arises  from  the  solid  material 
which  packs  into  the  mouth  of  the  capillary.  This  difficulty  was 
obviated  by  allowing  a  small  amount  of  material  to  flow  through 
the  capillary  into  an  extra  receiver  just  before  attaching  the 
weight  receiver. 

Since  plastic  materials  take  the  temperature  of  the  bath  slowly, 
on  account  of  the  absence  of  convection  currents,  a  considerable 
time  was  allowed  for  the  equilibrium  to  be  reached.  Most  of  the 
experiments  were  carried  out  at  25°  C,  which  was  as  near  as  prac- 
ticable to  the  room  temperature. 

To  determine  whether  there  was  noticeable  separation  of  the 
components  in  the  process  of  flow  the  material  which  had  passed 
through  the  capillary  was  evaporated  to  dryness  and  weighed, 
but  the  separation  was  only  noticeable  when  the  rate  of  flow  was 
very  small  (cf.  Table  15). 

The  principal  material  used  for  this  investigation  was  English 
china  clay  from  St.  Austell,  Cornwall,  England.  Nearly  all  of  it 
passed  through  a  200-mesh  sieve.  It  was  then  put  through  the 
air  analyzer  devised  by  Pearson  and  Sligh,  of  the  Biu-eau  of 
Standards  (Technologic  Paper  No.  48),  using  a  o.ooi-inch  nozzle 
and  45  g  per  square  centimeter  air  pressiure.  As  a  result  92  per 
cent  of  the  material  was  obtained  as  an  impalpable  powder, 
which  under  the  microscope  seemed  to  consist  of  particles,  of 
fairly  uniform  size,  being  rounded  in  shape  and,  very  roughly, 
0.002  mm  diameter.  Perhaps  i  per  cent  of  the  particles  had  a 
diameter  ranging  as  high  as  0.005  mm. 

2.  BXPBRDCBNTAL  RBSULTS 

The  dimensions  of  the  six  capillaries  used  are  given  in  Table  i . 
A  Zeiss  standard  millimeter  was  calibrated  against  a  known 
standard  belonging  to  the  Bureau  of  Standards.  The  Zeiss 
standard  millimeter  was  used  to  calibrate  the  Zeiss  micrometer 
eyepiece  No.  723.  The  ends  of  the  capillaries  were  ground  to  a 
plane  surface  so  that  it  was  easy  to  obtain  a  good  setting.  The 
values  given  are  in  all  cases  the  average  of  several  readings. 
From  these  values  the  average  radius,  given  in  the  next  to  the 
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The  vahiM  of  dM  iMlliit  in  cendmeten  at  the  two  ends  (L  aiid  R)  in  dM  nujor  ra^ 
minorazei 

N«. 

Lmajor 

LmfaMT 

Rmajor 

RmfaMV 

Avence 

ledfaiajn 

centtmeter 

■120* 

Lencthfai 
ceathneteie 

■tao* 

1 

a02974 

a02736 

a02965 

a02736 

a02848 

2.468 

2 

.02977 

.02714 

.02974 

.02707 

.02846 

L219S 

3 

.02953 

.02701 

.02949 

.02721 

.02826 

4.412 

6.1 

.06054 

.05574 

.05954 

.05590 

.05785 

&011 

&2 

.06020 

.05609 

.06057 

.05593 

.05811 

2.509 

&3 

.06175 

.05631 

.06090 

.05563 

.05850 

9.998 

•  Avoage  radius  calnilatrd  acoonling  to  formula,  d .  Zeitacfar./.  ^i^ytSk.  Chem..  80  p.  683;  19x3. 

In  the  following  tables  all  of  the  measurements  obtained  are 
given,  numbered  in  chronological  order,  but  arranged  here  in  the 
order  of  increasing  pressure.  In  the  second  column  is  given  the 
time,  t,  of  outflow  in  seconds,  in  the  third  column  the  pressure, 
P,  in  grams  per  square  centimeter,  corrected,  except  for  kinetic 
energy  and  the  hydrostatic  head  within  the  instrument.  The 
kinetic  energy  correction  is  given  in  the  seventh  column.  Ex- 
periments were  made  to  determine  the  value  of  the  hydrostatic 
head  by  varjdng  the  amount  of  material  within  the  instrument 
when  the  flow  began.  For  since  the  materials  used  have  infinite 
viscosity  as  ordinarily  measured  and  because  in  the  course  of  the 
flow  the  material  does  not  preserve  anything  like  a  horizontal  sur- 
face, it  is  not  evident  a  priori  what  the  correction  in  question 
should  be;  in  fact,  whether  it  should  be  positive  or  negative.  Ex- 
periment, however,  failed  to  give  any  clear  indication,  hence  it 
seemed  best  to  n^lect  this  correction  altogether  for  the  present. 
This  correction  could  have  been  made  small  by  using  only  relatively 
large  pressiures,  but  in  this  preliminary  research  it  seemed  best  to 
use  a  wide  range  of  pressiures  in  order  to  discover  disturbing  con- 
ditions and  thereby  the  best  conditions  for  future  work. 

The  densities  of  the  suspensions,  p,  were  calculated  from  the 
density  of  water  and  the  density  of  the  clay,  which  was  determined 
to  be  2.61 3  at  25°  C.  To  obtain  this  density  a  50  ml  flask  was  filled 
with  clay  and  weighed.  Carbon  tetrachloride  was  added,  heated 
to  boiling  until  the  air  was  expelled,  cooled  to  25°  C,  and  weighed. 
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TABLE  2 


Bzperiments  with  Capillary  No.  1,  at  aS""  C,  with  50  Per  Cent  Clay  by  Wei^t  or  27.^ 
Per  Cent  by  Volume  (psl.443,  Using  Pure  Water;  Friction  Constant^TS) 


N«. 

t 

P 

Wt 

VoLpM 
lecxlO* 

C(P-f)t 

xio* 

C'pAXIO* 

^ 

13 

60a2 

8ai 

2.119 

2.45 

88 

0 

11.42 

18 

300.0 

101.4 

1.938 

4.47 

537 

0 

1.86 

14 

300.2 

101.8 

2.166 

5.00 

489 

0 

2.04 

15 

300.3 

102.3 

2.126 

4.91 

509 

0 

1.97 

16 

36ao 

102.9 

2.307 

4.21 

607 

0 

1.65 

17 

126.0 

103.3 

0.818 

4.50 

578 

0 

1.73 

20 

3oai 

126.8 

2.395 

5.53 

905 

0 

1.10 

19 

30a2 

128.6 

2.660 

6.14 

M6    . 

0 

1.18 

2 

laao 

154.6 

2.353 

9.05 

868 

0 

1.15 

1 

laai 

156.5 

2.326 

8.95 

900 

0 

1.11 

7 

2oao 

178.1 

3.412 

11.82 

864 

0 

1.16 

13 

laao 

191.0 

2.383 

9.17 

1264 

0 

0.791 

8 

18a  3 

206.1 

3.738 

14.37 

915 

0 

1.09 

9 

192.3 

206.8 

4.299 

15.49 

853 

0 

1.17 

11 

180.2 

234.7 

5.194 

19.97 

805 

0 

1.24 

10 

108.7 

235.2 

2.770 

17.66 

576 

0 

1.74 

4 

180.1 

27a9 

6.040 

23.23 

852 

1 

1.18 

5 

102.0 

288.0 

3.228 

43.84 

491 

1 

2.04 

12 

99.6 

294.3 

6.029 

41.94 

529 

1 

1.89 

6 

103.2 

2913 

6.684 

44.87 

497 

1 

2.02 

Avsngc  mobUMy  lor  modluiii  prMiurofi  1.17. 
Avenge  mobUtty  deriitlon  tram  mean,  0.04. 

•  The  definition  of  the  "mobility/'  which  we  represent  by  m,  will  appear  later,  d .  p.  336  et  seq.    The siff* 
nificanceof  the  constants  C  and  C  are  also  given  on  p.  336.    The  friction  constant/  is  discussed  on  pp.  331 

and  335- 

TABLE  3 

Experiments  with  Capillary  No.  2,  at  25""  C,  with  50  Per  Cent  Clay  by  Weight  or  27.62 
Per  Cent  by  Volume  (p=1.443,  Using  Pure  Water;  Friction  Constant»78) 


No. 

t 

p 

Wt 

Vol  per 

tacxiO* 

C(P-l)t 
X10» 

C'p/tXlO* 

M 

29 

210a  2 
780.0 
60a2 
399.0 
30a3 
200.0 

4a9 

41.8 
50.6 

7a  0 

79.9 
84.7 

1.056 
3.055 
2.126 
2.410 
2.129 
1.837 

a3 

2.71 

2.45 

4.18 

4.91 

6.36 

36 

28 

27 

24 

80 

217 

25 

23 

28ao 

90.7 

2.943 

7.21 

364 

0 

2.75 

26 

23L4 

91.8 

2.442 

7.31 

390 

0 

2.57 

22 

24a2 

99.9 

3.786 

ia92 

415 

0 

2.41 

21 

19a  0 

107.0 

4.474 

16.32 

368 

1 

2.72 

30 

18a  1 

108.6 

3.794 

14.60 

423 

1 

2.37 

31 

i8a2 

118.1 

4.200 

16.15 

514 

1 

1.95 

33 

98.3 

127.4 

3.406 

24.00 

426 

1 

2.35 

32 

9ao 

140.4 

4.154 

31.98 

404 

2 

2.49 

34 

88.3 

150.8 

5.012 

39.32 

383 

2 

2.62 

35 

9ao 

157.8 

5.426 

41.77 

386 

2 

2.60 
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Experiments  wifli  Capillary  No.  3,  at  2$"*  C,  with  50  Per  Cent  Clay  by  Weight  or  27.62 
•  Per  Cent  by  Yoltsme  (p»1.443y  Using  Pure  Water;  Friction  Constant^^TS) 


No. 

t 

P 

Wt 

Vol.  per 

•6C.X10« 

C(P-f)t 

xio* 

CVAXIO* 

/* 

46 

72a  0 

105.4 

3.094 

2.98 

511 

0 

1.96 

45 

36a2 

135.7 

2.246 

4.32 

743 

1.34 

38 

36ao 

158.6 

L994 

3.84 

1168 

.88 

41 

865.2 

190.2 

7.570 

6.06 

1020 

.98 

42 

396.3 

234.7 

3.858 

6.71 

1298 

.77 

43 

3oao 

236.4 

4.168 

9.62 

916 

1.09 

44 

2oao 

241.3 

3.281 

11.36 

800 

1.25 

99 

3oao 

28a9 

4.739 

ia94 

1031 

.97 

40 

33ao 

297.7 

4.938 

ia37 

1178 

.85 

Avence  mdbUtty  lor  1 
Average  mobility  deviatloii  t 


pressoree,  1.02. 
0.16. 


TABLE  5 


Experiments  with  Capillary  No.  6.1,  at  25^  C,  with  50  Per  Cent  Clay  by  Weight  or  27.62 
Per  Cont  by  Volume  (p«1.443y  Using  Pure  Water;  Friction  Con8tant»78) 


Ife. 

t 

P 

Wt 

Vol  per 
•ec.Xl0« 

C(P-f)t 

xio* 

C'pAXIO* 

M 

60 

18a  2 

99.6 

4.764 

18.32 

1012 

a99 

61 

18a  3 

ioa3 

4.698 

18.05 

1068 

.92 

47 

18a  1 

119.5 

5.566 

21.41 

1668 

.60 

53 

9ao 

149.2 

5.502 

42.36 

1445 

.69 

54 

120.2 

15a  6 

7.180 

41.38 

1506 

.66 

48 

129.6 

154.4 

5.192 

27.76 

2369 

.42 

51 

77.4 

171.6 

9.(06 

8a  85 

996 

LOO 

52 

87.6 

172.3 

9.943 

78.67 

1028 

.97 

58 

8a4 

174.6 

7.826 

67.44 

1232 

.81 

57 

165.0 

175.0 

8.591 

36l07 

2306 

.43 

56 

156.5 

194.7 

15.473 

6&56 

1463 

.68 

55 

106.5 

199.3 

13.896 

9a  34 

1154 

.87 

50 

88.0 

20a4 

8.772 

69.07 

1587 

.63 

49 

2ao 

211.3 

2.383 

82.52 

1389 

.72 

[59 

4&0 

236.0 

15.258 

220.2 

617 

L63) 

62 

114.6 

26a  9 

14.41 

87.09 

1807 

.55 

Avenge  mobility,  0.73. 
Avenge  mobility  devistlnii  from 


ai6. 


Bingham  and  Durham  have  found  that  acids  and  alkaUes  have 
very  great  eflFect  upon  the  rate  of  flow  of  suspensions.  To  deter- 
mine whether  or  not  alkalies  from  the  glass  or  carbonic  acid  from 
the  air  affects  the  constancy  of  tkese  determinations,  suspensions 
were  made  up  in  a  one-tenth  per  cent  solution  of  potassium 
carbonate. 

60239*»— 16 ^10 
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TABLED 

Experiments  with  Capillary  No.  6.1,  at  25''  C,  with  50  Per  Cent  Clay  by  Weight  or  27.62 
Per  Cent  by  Volume  (p=  1.443,  Using  0.1  Per  Cent  Solution  of  Potassium  Carbo- 
nate; Friction  Constant=59.5) 


No. 

t 

P 

Wt 

Vol  per 

tacxio* 

C(P-f)t 

xio» 

C'/.«X10* 

M 

67 

299.7 
206.5 

49.9 

6ao 

9.59 
11.50 

22.18 
38.57 

66 

68 
65 
69 
64 
70 
63 

105.3 
57.4 
36.0 
33.8 
27.4 
22.7 

79.7 
10L4 
124.0 
148.1 
15&6 

2oao 

1L5S 
14.41 
12.69 
19.49 
15.17 
ia37 

76.01 
173.9 
244.3 
399.5 
r      383.5 
560.7 

229 
261 
227 
191 
222 
215 

1 

2 
3 
5 
5 

7 

4.39 
3.87 
4.47 
5.42 

4.60 
4.82 

,  Avenge  mobUtty  lor  medlnm 
Avenge  niobility  devteUoii 


pressures,  4.60. 
0.35. 


The  mobility  is  much  greater  with  a  trace  of  alkali  present. 
The  effect  is  very  marked  even  when  shaking  the  material  up  with 
the  solution,  being  evidently  "thinner.*' 


TABLE  7 

B^eriments  with  Capillary  No.  a.3,  at  25''  C,  with  50  Per  Cent  Clay  by  Wei^t  or  27.6 
Per  Cent  by  Volume  (p»1.443,  Using  0.1  Per  Cent  Solution  of  Potassium  Carbo- 
nate; Friction  Constant«59.5) 


No. 

t 

P 

Wt 

Vol  per 
■ecxio* 

C(P-l)t 

xio* 

C'p/tXlO* 

M 

83 

27a9 

88.8 

16.28 

41.5 

253 

3.96 

71 

120.2 

117.4 

13.45 

77.5 

337 

2.96 

72 

88.9 

147.6 

14.20 

lia8 

358 

2.80 

79 

78.2 

168.8 

15.91 

141.0 

334 

3.01 

76 

6a6 

175.3 

14.87 

17a  0 

307 

3.27 

81 

48.7 

185.7 

16.74 

238.2 

239 

4.21 

75 

5L2 

195.6 

15.23 

206.1 

296 

3.37 

74 

44.9 

197.1 

17.26 

266.3 

233 

4.32 

73 

41.0- 

198L2 

16.76 

283.2 

221 

4.57 

80 

37.3 

21L7 

1&34 

303.5 

226 

4.46 

77 

32.8 

238.7 

16.06 

839.5 

238 

4.24 

78 

23.3 

262.1 

15.77 

468.8 

195 

5.21 

82 

22.4 

264.4 

13.88 

429.2 

215 

4.71 

Afmnge  mobility  lor 
Avorsse  mobiUtv 


3.37. 
0.41. 
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TABL£  8 

Bzperiments  with  Capillary  No.  6.2,  at  25^  C,  with  50  Per  Cent  Clay  by  Weight  or  27.62 
Per  Cent  by  Voltime  (p»  1.443,  Using  0.1  Per  Cent  Solution  of  Potassium  Carbo- 
nate; Friction  Constant=59.5) 


no. 

t 

p 

Wt 

Vol.  per 

•ec.XlO« 

C(P-f)t 

xio« 

CVAXIO* 

M 

88 

19a  7 
73.5 
55.9 
3a4 

33.5 
5a4 
59.9 
68.5 

12.10 
17.54 
14.20 
10.63 

87 

86 

85 

242 

63 

6 

17.7 

84 
89 

24.8 
16.8 

80.2 
117.0 

10.32 
14.20 

288 
585 

125 
172 

7 
15 

8.47 
6.38 

A?Mag«  mobility  tor  mftdhim  pressures,  7.42. 
Average  mobUtty  devietioii  from  meen,  1.04. 


TABLE  9 

Experiments  with  Capillary  No.  6.2,  at  25^  C,  with  60  Per  Cent  Clay  by  Weight  or  36.40 
Per  Cent  by  Volume  (p= 1.585,  Using  0.1  Per  Cent  Solution  of  Potassium  Carbo- 
nate; Friction  Constant°=:119) 


No. 

t 

P 

Wt 

Vol  per 

secxio* 

C(P-f)t 

xio« 

C'pAXIO* 

M 

100 

18a  2 

40fX0 

11&3 
136.8 

3.378 
5.245 

1L8 
8.3 

96 

94 
95 
98 
92 
91 
96 
97 
99 

299.7 
245.1 
180.2 
182.1 
209.8 

18a  2 
19a  1 

132.6 

155.3 
174.1 
20a2 
234.5 
263.8 
26&8 
296.3 
296.4 

4.223 
4.993 
4.848 
7.128 

iao3 

9.236 
8.271 
7.374 

8.9 
12.8 
17.0 
24.7 
3a2 
32.3 
27.45 
35.1 

7131 
7495 
8368 
8184 
8398 
8101 
11296 
8945 

a  140 

.133 
.120 
.122 
.119 
.124 
.088 
.112 

A?en«e  mobUtty  tor 
Average  moblltty 


0.119. 
tram  mean,  0.10. 


TABLE  10 

B^eriments  with  CapiUary  No.  6.2,  at  25^' C,  with  70  Per  Cent  Clay  by  Weight  or  47.10 
Per  Cent  by  Volume  (pel.758,  Using  0.1  Per  Cent  Solution  of  Potassium  CarlMK 
nate;  Friction  Constant^?) 


No. 

t 

P 

Wt 

102 
101 

2730 
670 

272.6 
302.0 

a794 
.738 

The  viscosity  of  a  suspension  consisting  of  25  per  cent  clay  by 
weight  or  11.28  per  cent  by  volume,  p«- 1.179,  using  o.i  per  cent 
of  potassium  carbonate  was  determined  in  a  horizontal  tube  vis- 
cometer to  be  0.0190,  at  25®  C,  which  corresponds  to  a  fluidity  of 
52.7. 
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Experimeiit  with  Capillary  No.  1,  at  IS""  C,  with  47  Per  Cent  Clay  by  Wei^t  or  25.28 
Per  Cent  by  Volume  (p»1.4059  Using  0.1  Per  Cent  Solution  of  Potassium  Carbo- 
nate; Friction  Constant=40) 


No. 

t 

P 

Wt 

Vol  per 
■ecxio* 

""^^ 

C'pAXIO" 

M 

112 

229.8 

43.3 

5. 114 

111 
110 
113 
105 
106 
107 
109 
108 

200.0 
179.8 
150.0 
139.8 
73.9 
86.0 
59.8 
63.6 

57.7 
70.3 
94.1 
95.2 
142.4 
199.5 
230.1 
248.0 

3.682 
6.052 
8.321 
9.144 
7.883 
14.80 
13.74 
17.26 

13.1 
23.9 
39.5 
46.5 
75.9 
122.0 
163.5 
193.1 

138 
130 
141 
122 
138 
134 
119 
HI 

0 
1 
1 
1 
2 
3 
4 
5 

7.24 
7.73 
7.11 
&30 
7.33 
7.64 
6.12 
9.48 

Average  mobUlty  for  medium  presstires,  7.35. 
Aferage  mobility  deviation  from  mean,  0.46. 

TABLE  12 

Experiments  with  Capillary  No.  1,  at  40"^  C,  with  50  Per  Cent  Cky  by  Wei^t  or  27.62 
Per  Cent  by  Volume  (pa  1.438,  Using  0.1  Per  Cent  Solution  of  Potassium  Carbo- 
nate; Friction  Constant»59.5) 


No. 

t 

P 

Wt 

Vrt.per 

secxio* 

C(P-f)t 

xio» 

C>AX10» 

M 

240.0 

106.8 

11.69 

33.8 

143 

2 

7.08 

119.4 

14a  0 

12.78 

75.6 

122 

•       5 

a54 

112.2 

202.1 

15.73 

97.4 

150 

6 

6.95 

102.5 

207.9 

15.40 

104.4 

146 

7 

7.19 

66.0 

247.8 

14.94 

157.3 

123 

10 

&89 

5ai 

280.4 

12.81 

177.8 

128 

12 

&63 

Average  mobility,  7.88. 

Average  mobility  deviation  faom  mean,  0.81. 

TABLE  13 

Experiments  with  Capillary  Fo.  1,  at  25^  C,  with  50  Per  Cent  Cky  by  Weight  or  27.62 
Per  Cent  by  Volume  (p=1.443y  Using  0.1  Per  Cent  Solution  of  Potassium  Carbo- 
nate; Friction  Constant=59.5) 


No. 

t 

P 

Wt. 

VoLper 
secXlO* 

""'^^ 

C'pAXIO" 

M 

125 

309.7 

89.62 

9.932 

22.2 

139 

1 

7.22 

124 
120 
126 

259.4 
241.6 
171.2 

127.6 
156.0 
170.9 

13.75 
17.27 
14.13 

36.7 
49.8 
57.2 

190 
199 
200 

1 
1 
2 

5.28 
5.06 
5.04 
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in.  TYPES  OF  VISCOUS  AND  PLASTIC  FLOW 

Case  I.  Viscous  Flow — Homogeneous  Fluids. — If  two  hori- 
zontal planes  at  unit  distance  apart  are  acted  upon  in  opposite 
directions  by  a  imit  tangential  force  per  unit  area,  the  velocity  of 
one  plane  in  respect  to  the  other  is  a  measure  of  the  fluidity  of 
the  substance  filling  the  space  between  the  planes.  Viscosity  (17) 
is  the  reciprocal  of  the  fluidity  {<p).  In  general,  if  dr  is  the  dis- 
tance between  two  planes  acted  upon  by  the  tangential  force  P, 
the  displacement  produced  per  unit  of  time  is 

dv  =  <pPdr (i) 

In  order  to  deduce  a  formula  which  will  permit  of  the  experi- 
mental determination  of  viscosity,  several  assumptions  must  be 
made;  they  are  as  follows: 

1.  It  is  generally  assumed  that  where  two  substances,  or  two 
phases  of  the  same  substance,  come  in  contact,  the  velocity  of  both 
is  identical  at  their  surface  of  separation,  i.  e.,  there  is  no  **  slipping." 

2.  Each  stratum  of  the  fluid  must  move  solely  in  the  direction 
of  the  shearing  force,  i.  e.,  there  must  be  stream  line  motion  only. 
Otherwise  a  correction  must  be  made  for  the  kinetic  energy 
improperly  lost. 

3.  It  is  assumed  that  the  resistance  to  flow  varies  directly  as  the 
rate  of  shear,  and  becomes  zero  when  the  shear  is  zero. 

4.  It  is  further  assumed  that  the  resistance  is  directly  propor- 
tional to  the  area  of  surface,  but  independent  of  the  ciuvature  of 
the  stuface. 

With  these  assumptions  the  viscosity  formula  for  a  straight 
capillary  tube,  squarely  cut  off  at  the  ends  and  having  a  bore  which 
is  a  true  circular  cylinder,  is 

_    vgr^Pt             mpV  .    . 

"^    8F(/+X)  "8t/(/H-X) ^'^^ 

where  V  is  the  volume  of  flow  in  cubic  centimeters,  /  the  length, 
and  r  the  radius  of  the  capillary  in  centimeters,  /  the  time  in 
seconds,  P  the  average  difference  in  pressure  in  grams  per  square 
centimeter  at  the  two  ends  of  the  capillary,  g  is  the  gravity  con- 
stant, w  is  a  constant  equal  to  1.12  according  to  Boussinesq,*  X  is 
a  correction  to  be  made  to  the  length  of  the  capillary  because  of 
the  stream  line  motion  not  becoming  established  at  the  entrance 

*  Compt.  rend.,  110*  pp.  y6o,  1238  (1890);  US,  pp.  9. 49  (1891). 
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PRESSURE 
Fig.  2. — Typical  diagram  of  vis- 
cous  flow.      This  is  in  marked 
contrast    with    the  diagrams  of 
plastic  flow,  Figs.  8  and  g. 


and  is  negligible  when  the  length  of  the  capillary  is  many  times  the 
diameter.     This  formula  gives  the  viscosity  (rj)  in  c.  g.  s.  units. 

It  is  thus  a  fundamental  character- 
istic of  viscous  flow  that,  so  long  as 
the  pressure  is  small,  the  volume  of 
the  flow  varies  directly  as  the  pres- 
sure. Or  expressed  graphically,  the 
volume  of  flow  plotted  against  the 
pressure  will  give  a  family  of  straight 
lines  proceeding  from  the  origin.  Fig. 
2,  irrespective  of  the  substance  or  the 
method  of  measiurement. 

Case  2.  Viscosities  additive — 
Emui^sions. — If  the  fluid  is  not  identi- 
cal throughout,  the  viscosity  may  yet  be  calculated  in  special 
cases.     Take  first  the  case  of  a  series  of  vertical  lamellae  arranged 

alternately,  as  in  Fig.  3,  and  >  ^ 

subjected  to  a  horizontal  / 

shearing  stress.     For  conven-  .^ 

ience  suppose   that   the   la-  / 

mellae  of  the  one  substance  / 

A   all  have  the  same  thick-  / 

ness  Si  and  that  the  lamellae  - 

of  the  substance  B  have  the 
uniform    thickness    ^2,    etc. 

Let  the  viscosities  of  the  sub-  ^'''  s.-AddiHve  viscosities 

stances  be  rji,  r;,,  .  .  .  and  the  shearing  forces  per  unit  area 
/>i,  />2, .  .  .  respectively,  then  if  R  is  the  distance  between  the  hori- 
zontal planes,  the  velocity  of  the  moving  surface  is 


H 


Vi 


V2 


where  H  is  the  viscosity  of  the  mixttu^,  and  P  is  the  average 
shearing  force  over  the  whole  distance  5.     But 


hence 


PS==p,s,+p,s,-^     .  .  .  . 

ir_R{piSi+p2S2+     .    .    A 
A  5  J 


"Rlit  Qinop  -A  ic  fVii*  frar»finn  Kxr  tri^lnmA  r^f  i-Uix  onKo-fov 


A     «>«"/w^^««4-  i*% 
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This  case  is  of  particular  interest  in  connection  with  emulsions. 
The  formula  tells  us  that  the  viscosity  of  the  mixture  is  the  sum 
of  the  partial  viscosities  of  the  components,  provided  that  the 
drops  of  the  emulsion  completely  fill  the  capillary  space  through 
which  the  flow  is  taking  place. 

Case  3.  FirXnD  Mixtures — FmiDrriES  Additfve. — If  the  la- 
mellae are  arranged  parallel  to  the  direction  of  shear,  as  shown  in 
Fig.  4,  we  have  a  constant  shearing  stress,  so  that 

p-^-?-^'- (3) 

where  I'l,  'Vj,  .  .  •  are  the 
partial  velocities  as  indicated 
in  the  figure. 

There  are  two  different 
ways  of  defining  the  viscosity 
of  a  mixture,  and  it  becomes 
necessary  for  us  to  adopt  one 
of  these  before  we  proceed: 

1 .  If  we  measure  viscosity 
with  a  viscometer  of  the 
Coulomb,  or  disk,  type,  we 
actually  measure  the  velocity 

V,  BS  in  the  figure,  and  we    ^ 

very  naturally  assume  that  p.^.  ^.^AddiHve  fluidities 

P-~^    (3«) 

2.  It  is  more  usual,  however,  to  calculate  the  viscosity  from 
the  volume  of  flow,  as  in  the  Poiseuille  type  of  instrument. 
Let  v\  BS'  in  the  figure,  be  the  effective  velocity  which  the  sur- 
face BS  would  have,  were  the  series  of  lamellae  replaced  by  a 
homogeneous  fluid  having  the  same  volume  of  flow.  The  effective 
velocity  is  related  to  the  quantity  of  fluid  U  passing  per  second  in 
a  stream  of  unit  width,  as  follows: 
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It  IS  to  be  noted  that  had  the  less  viscous  substance  been  in 
contact  with  the  siuface  AE,  the  eflfective  velocity  of  flow  would 
have  been  represented  by  the  distance  BS'\  We  shall  take  the 
former  of  these  for  our  definition  of  the  viscosity  of  a  mixture, 
since,  as  we  shall  now  show,  by  using  it  the  viscosity  is  independent 
of  the  number  or  the  arrangement  of  the  lamellae. 

Since 

V'=Vi-¥v2+   .  .  . 

we  obtain  from  equations  (3)  and  (3a)  that 

PRi>^P{r,<p,+r,<p,+  .  .  .) 
or  since 

the  fluidity  of  the  mixture  is 

*  =  a^i+6^2+ (4) 

The  fluidities  are,  according  to  this  definition,  strictly  additive 
and  entirely  independent  of  the  number  and  arrangement  of  the 
layers.  Since,  however,  the  viscosities  are  usually  calculated  by 
means  of  the  Poiseuille  formula  based  on  the  volume  of  flow,  it  is 
important  to  determine  for  a  given  arrangement  of  lamellae  what 
correction  must  be  made  to  the  effective  viscosity,  as  calculated 
from  the  volume  of  flow,  to  make  it  accord  with  the  true  viscosity, 
as  defined  above  and  as  obtained  by  the  disk  or  other  similar 
method  for  the  measurement  of  viscosity. 

Reverting  again  to  the  figure,  we  find  that 

2 

Virn 
+v,r,+-^ 

v.r. 

'^v^r^-^v^r^  +  '-j- 


If  there  are  n  pairs  of  alternate  lamellse  of  the  two  substances 
A  and  J? 
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Vj  and  t;„  we  get 

and  if  *'  =  777  we  obtain  from  equation  (3b) 

*'=a^i4-6<p2  +— (^i-^a) (6)^« 

and  when  n  —  00 ,  the  fluidity  becomes  simply 

and  in  this  case 

*'-* (7) 

In  a  homogeneous  mixture  it  appears,  therefore,  that  the  two 

definitions  lead  to  the  same  fluidity,  and  experimental  results 

lead  us  to  believe  that  this  is  the  case  usually  presented  in  liquid 

mixtures,  since  the  disk  method  and  the  capillary  tube  method 

give  the  same  fluidity.    If,  however,  the  number  of  lamellae  is 

small,  as  may  well  be  the  case  in  very  imperfect  mixttu-es,  or  when 

the  flow  takes  place  through  very  narrow  passages,  the  effective 

fluidity  as  calculated  from  the  volume  of  flow  may  be  either  greater 

or  less  than  the  sum  of  the  partial  fluidities  of  the  components, 

depending  upon  the  order  of  the  arrangement  of  the  lamellae  in 

reference  to  the  stationary  siuface.     The  amount  to  be  added  or 

subtracted  from  the  effective  fluidity  in  order  to  obtain  the  true 

ab 
fluidity  is  represented  by  the  term  —  (^a  — ^J,  corresponding  to 

the  areas  ACD,  etc.,  or  AFD,  etc..  Fig.  4. 

A  combination  of  the  cases  2  and  3  would  lead  to  a  checkerboard 
arrangement,  but  it  may  now  be  shown  that  such  an  arrangement 
tends  to  reduce  to  the  case  where  the  fluidities  are  additive. 

If  the  arrangement  considered  in  Fig.  3  is  subjected  to  continued 
stress,  the  lamellae  will  tend  to  become  indefinitely  elongated  as 
indicated  in  Fig.  5;  and  tmless  the  surface  tension  intervenes,  as 
may  be  the  case  in  immiscible  liquids,  the  lamellae  will  approach 
more  and  more  nearly  the  horizontal  position.     Thus,  so  far  as  we 

^  Dr.  B.  Bockini^iaiii  ol  the  Bureaa  ol  Standards  has  diecked  this  derivatian  by  another  jnethcMi. 
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can  determine  without  solving  the  complicated  problem  of  the 
molecular  motions,  it  seems  certain  that  the  fluidities  will  become 
more  and  more  nearly  additive  as  the  flow  progresses  and  the  mix- 
ture becomes  more  and  more  nearly  complete.  The  results  of 
experiment  verify  this  conclusion  wherever  there  is  no  evidence  of 
chemical  union  between  the  components  of  the  mixture. 

It  has  been  demonstrated  ^  that  the  viscosity  of  a  given  mixture 
must  always  be  less  when  the  fluidities  are  additive  than  when  the 
viscosities  are  additive,  hence  the  viscosity  is  greatest  when  the 
lamellae  are  perpendicular  to  the  direction  of  the  shear;  it  is  least 
when  the  lamellae  are  arranged  parallel  to  the  direction  of  shear. 

»  But  the '  *  effective ' '  viscosity  may  be  made 

still  less  by  placing  the  more  fluid  sub- 
stance in  contact  with  the  stationary  sur- 
face and  having  the  number  of  lamellae  as 
small  as  possible. 

Scarpa'  has  raised  the  important  ques- 
tion, If  the  fluidities  of  homogeneous  mix- 
tures are  additive,  should  there  not  be  a 
mechanical  separation  of  the  components 
Fig.    S'—The    arrangement    of  the  mixture  when  it  is  simply  forced 
fovminFig.  3  after  flow    through  a  narrow  passage,  such  as  has 

has  taken  place.     Conditions  °  « 

are  seen  to  approach  those  of  never  been  observed  ?  It  IS  clear  that  the 
Fig.  4,  so  thai  the  fluidities  flow  of  one  component  A  wiU  cause  the 
ofa^nnxture  tend  to  become    component  B  to  be  carried  along,  even 

though  the  fluidity  of  the  latter  may  be 
zero.  The  total  quantity  of  A  flowing  in  a  unit  of  time,  regard- 
less of  whether  it  is  derived  from  the  fluidity  of  A  or  By  is  made 
up  of  the  terms  of  equation  (5)  containing  r^,  and  is 

and  similarly  the  rate  of  flow  of  the  component  B  is 

When  n  =  oo 

U,     a 

U^h    


(8) 
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There  will  be  a  separation  of  the  components  of  the  mixture  when 
the  thickness  of  the  lamellae  is  great  or  when  the  passage  through 
which  the  substance  is  forced  is  very  small,  for  in  either  case  n 
will  be  small.  The  separation  may  be  calculated  from  the  ex- 
pression. 

1/2^ b    (n  +  i)a<pi  +nb<p2 

If  the  two  components  have  the  same  fluidity  and  are  present  in 
equal  proportion,  the  component  A  will  flow  at  only  one-third 
of  the  rate  of  B  when  n  =  i.  Even  if  the  fluidity  of  B  is  zero,  it 
will  flow  twice  as  rapidly  as  A,  tmder  the  above  conditions.  Since 
this  ratio  is  independent  of  the  fluidity  oi  A,  it  follows  that  the 
flow  of  B  may  be  increased  by  making  the  fluidity  of  A  large. 

An  ingenious  application  of  the  above  principle  was  made  by 
the  Southern  Pacific  Railroad,^  when  it  was  found  that  the  pres- 
stue  required  to  piunp  heavy  oils  through  long  pipe  lines  was 
inconveniently  large.  The  problem  was  to  get  the  maximum  flow 
of  oil  for  a  given  expenditure  of  work  and  with  a  given  diameter 
of  pipe.  By  using  a  rifled  pipe  and  injecting  about  lo  per  cent 
of  water  along  with  the  oil,  the  water  was  thrown  to  the  outside 
of  the  pipe  by  the  centrifugal  action  caused  by  the  rifling,  and 
thus  by  a  seeming  paradox  the  water  lubricated  the  oil,  so  that 
the  delivery  became  from  8  to  lo  times  what  would  have  been  the 
case  had  the  water  not  been  added. 

Similar  experimental  confirmation  of  the  principle  was  obtained 
by  the  author  as  follows :  Using  capillary  No.  i  in  the  viscometer  we 
have  employed  above,  it  was  found  that  13  ml  of  pure  water  at 
25**  C  under  60  g  per  square  centimeter  pressure  would  flow  in  33 
seconds.  Pure  cottonseed  oil  tmder  the  same  conditions  required 
1640  seconds.  A  mixture  was  then  made  containing  one-third  oil 
and  two-thirds  water  by  voltune.  Had  the  water  completely 
flowed  through  the  capillary  before  the  oil  began  to  flow,  the  time 
of  flow  of  the  mixtute  should  have  been  22  +  547  =  569  seconds; 
yet  only  391  seconds  were  actually  required,  which  is  less  than 
the  time  theoretically  required  for  the  flow  of  the  oil  alone.  The 
difference  of  178  seconds  is  due  to  the  water  forming  a  lubricating 
film  for  the  oil  as  the  water  drained  out  of  the  viscometer.  This 
effect  may  be  regarded  as  a  kind  of  "  slipping." 

T  Bogineering  Record,  kl,  p.  676;  X90S. 
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It  is  possible  that  under  special  circumstances  there  may  be  a 
separation  of  the  components  of  a  mixture  even  when  thoroughly 
mixed.  This  would  manifest  itself  when  the  capillary  passages 
approached  molecular  dimensions  and  there  was  a  difference  in 
the  adhesion  of  the  components  of  the  mixture  for  the  siurface  of 
the  passages.  The  component  with  the  least  tendency  to  wet  the 
walls  would  tend  to  be  carried  along.  As  a  matter  of  fact  Gilpin  • 
and  his  coworkers  have  found  a  separation  of  the  components  of 
petroleum  in  flowing  through  finely  powdered  materials. 

Case  4.  Suspensions — ^The  Simplest  Case. — ^The  above  cases 
apply  primarily  to  pure  homogeneous  fluids,  fluid  mixtures,  and 
emulsions.  We  come  now  to  the  consideration  of  suspensions  of 
solids  in  fluids.  In  its  simplest  aspect  we  have  but  a  limiting 
example  of  case  3,  where  the  lamellse  of  one  component  have 
zero  fluidity.  We  have  already  seen  that  if  the  lamellae  were 
thin  enough  the  suspension  would  flow  without  separation  of  the 
components.     If  ^a  -=o,  the  fluidity  *  of  the  suspettision  is 

*-a^i (10) 

that  is,  the  fluidity  of  the  meditun  will  be  decreased  in  exactly  the 
ratio  which  the  volume  of  the  solid  bears  to  the  total  volume  of 
the  suspension. 

If,  however,  the  lamellae  of  solid  B  have  an  irregular  siuf ace, 
this  law  will  not  hold.  If,  for  example,  the  lamellae  are  pierced 
by  numerous  fine  pores,  the  fluid  will  fill  these  pores,  yet  the 
stream  lines  will  neither  pass  through  the  pores  or  be  appreciably 
distorted  by  their  presence.     The  fluidity  is  then 

where  d  is  the  fraction  of  the  total  volume  occupied  by  the  pores. 
Case  5.  Seepage. — ^A  solid  stratum  placed  at  right  angles  to 
the  direction  of  shear  prevents  all  viscous  flow  imtil  the  pressure 
becomes  suflScient  to  produce  rupture,  as  equation  (2)  requires. 
If  this  stratmn  is  pierced  by  one  or  more  cylindrical  pores,  flow 
will  take  place  and  for  a  given  area  of  pores  it  is  easy  to  calcu- 
late from  equation  (la)  that  the  rate  of  flow  will  vary  directly  as 
the  square  of  the  radius  of  the  pores.  This  effect  of  the  varia- 
tion of  the  diameter  of  the  pores  upon  the  rate  of  flow  is  often 

*  Am.  Chem.  J..  40.  p.  495  (1908);  44,  p.  asi  (19x0);  50,  p.  59  (19x3). 
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underestimated.  If  a  single  pore  opening  i  cm  in  diameter  in  a 
plug  be  replaced  by  a  multitude  of  pores  with  the  same  total 
area,  but  with  a  diameter  of  only  o.oooi  cm,  this  being  of  the 
order  of  magnitude  of  the  pores  in  the  finest  clay,  then  a  pressure 
which  would  cause  a  flow  of  i  cm'  in  a  minute  through  the  large 
opening  would,  according  to  Poiseuille's  law,  require  12  years  to 
force  I  cm*  of  fluid  through  the  small  pores. 

It  is  well  known  that  compact  clay  is  almost  impervious  to 
both  water  and  oils,  and  therefore  they  are  often  associated,  the 
the  clay  forming  an  impervious  stratum 
through  which  the  water  or  oil  does  not 
penetrate.  For  this  reason  clay  is  used 
for  the  cores  of  dams  in  as  compact  a  state 
as  possible.  The  fineness  of  the  pores  has 
an  important  bearing  upon  the  penetra- 
tion, retention,  and  circulation  of  water  in 
soils.  It  is  well  known  to  the  chemist  that 
the  rapidity  of  filtration  increases  very 
rapidly  with  the  increase  in  the  size  of  the 
grain  and  consequently  in  the  size  of  the 
pores. 

The  fact  that  jellies  set  so  as  to  become 
apparently  solid  substances,  when  only  a 
minute  fraction  of  the  total  volume  is 
made  up  of  true  solid,  is  doubtless  due  to 
the  formation  of  a  connected  network, 
which  prevents  the  viscous  motion  of  the 
jelly  as  a  whole,  and  the  excessively  fine 
pores  prevent  the  appreciable  flow  of  the 
medium.  It  is  to  be  expected  that  diffu- 
sion and  electrical  conduction  through  such  a  substance  would  be 
practically  tmimpeded,  and  such  is  the  case. 

Case  6.  Nonplastic  Suspensions. — ^A  sphere  suspended  in  a 
fluid  of  its  own  specific  gravity.  Fig.  6,  is  the  simplest  case  of  a 
suspension.  The  shearing  of  the  fluid,  which  causes  any  cubical 
figiu'e  of  the  fluid  to  assiune  the  form  of  a  rhombohedron,  will  cause 
the  sphere  to  rotate,  greatly  assisting  the  flow.  The  stream  lines 
are  ctu-ved  on  accoimt  of  the  presence  of  the  sphere,  but  the  sphere 
itself  moves  in  a  linear  direction  and  with  the  velocity  of  the 
strattmi  of  liquid  which  would,  if  continuous,  pass  through  the 


Fio.  6. — Showing  the  disior- 
iion  of  the  stream  lines  by 
the  presence  of  a  solid  sphere 
in  viscous  flow.  If  the 
sphere  is  situated  midway 
between  the  upper  and  lower 
surfaces  which  are  supposed 
to  be  sheared  with  equal  veloc- 
ity toward  the  right  and  left, 
respectively,  it  is  evident  that 
the  sphere  and  the  stratum 
which  would  pass  through 
its  center  are  not  moving 
either  to  the  right  or  to  the 
left,  i,  e.,  they  have  the  same 
velocity.  The  figure  is  evi- 
dently diagrammatic  only 
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center  of  the  sphere.'  Spheres  in  the  same  stratum  do  not  tend  to 
approach  each  other,  since  they  all  have  the  same  velocity. 

Spheres  in  different  strata  move  with  imequal  velocities;  hence 
collisions  must  take  place,  depending  upon  the  radii  of  the  spheres 
and  their  number  per  imit  volume  as  well  as  upon  the  attraction 
or  repulsion  that  may  exist  between  them.  The  surfaces  of  two 
spheres  which  are  approaching  each  other  must  be  moving  in  oppo- 
site directions  which  are  at  right  angles  to  the  line  joining  their 
centers,  Fig.  7a.     The  viscous  resistance  to  this  shearing  action  as 

they  approach  will  rapidly 

y^^"     -.~-jj^...     dissipate  as  heat  their  en- 

'G"^    Os^    "O"    -;iO"     ergy  of  rotation. 
"'""\^    '"^^    ••Q"'     'O'"*"        The  contact  of  two  parti- 

"^^    II,.^!!™     ^^»  which  are  large  in  com- 

a  bed  parison  with  molecular  di- 

FiG.  7. -Two  spheres  before,  dunng,  and  after  coU  tensions,  brings  the  lawS  of 

lision.     The  initial  rotation  of  the  individual  Ordinary  friction  intO  play. 

spheres  is  lost  on  collision  and  this  results  in  the  Xhe    Spheres  Cannot  rotate 

dissipation  of  en^gy  as  k^t     In  the  place  of  ^j^^    ^^^   ^^  ^^^^ 

this  individual  rotation  there  developes  a  rota-  ,  ^  , 

Hon  of  the  system.    It  should  be  noted  that  this  a    certain     defimte    value, 

latter  rotation  causes  the  centers  of  the  spheres  to  which     depends    Upon    the 

mov*  in  a  transverse  direction,  indicated  by  the  pressure  existing  normal  tO 

distances  from  the  dotted  lines  \  .  ,     . 

the  siurf  aces  at  their  pomt 
of  contact,  and  this  pressure  in  turn  depends  not  only  upon  the 
rate  of  shear  but  on  the  attraction  or  repulsion  which  may  exist 
between  the  spheres. 

When  two  spheres  come  into  contact,  Fig.  7b,  they  must  remain 
in  contact  for  a  definite  period.     If  the  spheres  were  without 

•  Binstdn  (Ann.  der  Physik,  19,  p.  389. 1906)  and  Hatschek  (KoIIoid-Zeitscfarift.  7,  p.  301.  1910;  8,  p.  34. 
X9iz;  Trans.  Paraday  Sodety,  March.  1913)  h^ve  both  considered  the  case  of  tntpwuiont  of  spherical  par^ 
tides  at  low  concentrations.    They  both  arrive  at  a  formula 

H-iii(i+*ft) 
or 

♦»_  f  ■■■ 
i+kb 

where  h  is  the  volume  fraction  of  solid  present  and  &  is  a  constant  for  whidi  Hatsdidc  deduced  the  value  d 
4.5  and  Einstein  of  i.  The  formula  is  hyperbolic  in  form,  while  the  fomula,  equation  (12),  obtained  by 
Bingham  and  Durham  experimentally,  and  confirmed  by  the  experiments  of  Odcn  (Zdtsdir.  f.  physik. 
Chem.,  80f  p.  709. 19x3)  is  linear. 

There  is  a  slip  in  Hatschek's  reasonlns.  He  says:  "  It  is  obvious  that  the  liquid  at  the  upper  pole  of  eadi 
q>hcrical  partide  moves  with  a  somewhat  greater  vdodty  than  at  the  lower  pole,  which  is  equivalent  to  a 
translatory  movement  of  the  partides  with  a  velodty  equal  to  half  the  difference  of  the  two  velodtics  pre- 
vailing at  the  two  poles."  He  thus  neglects  entirdy  the  rotation  of  the  spheres  and  assumes  that  they  are 
moving  faster  than  the  strattmi  of  fluid  whidi  would  pass  through  the  centers  of  the  q>heres.  That  these 
two  motions  are  equivalent  is  at  least  not  self-evident.  His  formula  is  obtained  by  the  employment  of 
Stokes's  formula  for  a  sphere  moving  through  a  viscous  medium  without  rotation. 

It  is  worth  noting  that  if  thdr  formula  held  at  high  concentrations  the  pure  soBd  would  have  a  fluidity 
of  z8  per  cent  (Hatschek)  to  so  per  cent  (Einstein)  of  the  fltiidity  of  the  continuous  medium,  irrespective  of 
the  nature  of  the  meditnn.  This  result  is  of  course  absurd.  We  believe  that  it  shows  that  the  vahiet 
obtained  by  the  use  of  the  formula  will  always  tend  to  be  higher  than  the  values  found  exs>erifflentally . 
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attraction  or  repulsion  for  each  other,  they  would  become  separated 
as  soon  as  their  centers  had  come  to  be  in  the  same  vertical  plane, 
Fig.  7c. 

The  spheres  cannot  rotate  as  individuals  unless  the  torque 
exceeds  a  certain  minimum  value,  which  depends  upon  the  pres- 
sure which  exists  normal  to  the  surfaces  in  contact.  Seepage  can 
take  place  at  low  rates  of  shear,  but  we  are  here  considering  the 
flow  of  the  mass. 

Dining  the  time  of  contact  of  two  spheres  they  rotate  as  a 
whole  and  pass  out  of  the  strata  of  liquid  to  which  they  formerly 
belonged.  Fig.  7c,  and  into  strata  of  widely  different  velocities. 
Dining  this  period  of  acceleration  the  liquid  will  flow  around  the 
spheres  and  through  the  interstices  between  them.  Thus,  other 
spheres  tend  to  collide  with  those  already  in  contact,  after  which 
the  combined  mass  tends  to  rotate  as  a  whole.  When  equilibrium 
is  reached  these  clots  will  have  a  certain  average  size,  depending 
upon  the  number,  size,  and  specific  attraction  of  the  particles. 

For  the  present  purpose,  the  important  thing  to  observe  is  that 
as  these  clots  increase  in  size  and  number  there  comes  a  point 
when  the  clots  come  in  contact  across  the  entire  width  of  the 
passage.     At  this  point  viscous  flow  stops  and  plastic  flow  begins. 

For  a  given  substance  and  volume  concentration,  the  number 
of  collisions  will  be  proportional  to  the  niunber  of  particles  which 
varies  inversely  as  the  cube  of  the  radius.  But  if  the  angular 
velocity  is  independent  of  the  radius,  the  energy  of  rotation  will 
vary  with  the  square  of  the  radius,  hence  the  loss  of  energy,  due 
to  collisions,  will  be  inversely  proportional  to  the  radius. 

Experiment  proves  that  the  viscous  flow  of  suspensions  follows 
the  law'o 

*-(i-7J^i (12) 

where  6  is  the  concentration  of  solid  by  volume  and  c  is  the  par- 
ticular value  of  6  at  which  the  fluidity  of  the  suspension  becomes 
zero.  The  value  of  c  can  vary  only  from  o  to  i,  lie  value  increas- 
ing with  the  size  of  the  particles.  When  c  « i  the  formula  becomes 
the  same  as  in  Case  5,  $  =«a<^i  where  no  collisions  are  taking  place. 
This  perhaps  indicates  that  the  decrease  from  unity  in  the  value 
of  c  actually  foimd  is  due  solely  to  collisions. 
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If  the  stress  is  sufficient  to  cause  the  surfaces  to  slip  over  each 
other,  a  flow  will  result  which  must  be  regarded  as  plastic  in  its 
nature,  since  a  certain  definite  stress  is  required  for  its  production. 
It  is  evident  that  the  friction  must  increase  as  the  number  of  con- 
tinuous chains  of  particles  across  the  passage  is  increased. 

There  is  a  superior  limit  to  the  volume  concentration  of  solid  in 
this  type  of  plastic  flow.  If  the  solid  phase  is  made  up  of  spheres 
of  equal  size,  no  further  concentration  is  possible  after  the  spheres 
are  closely  packed.  As  soon  as  this  becomes  the  case,  movement 
among  the  particles  is  prevented  and  the  only  flow  possible  is  by 
slipping  at  the  boundary  or  at  a  surface  of  rupture,  and  of  the 
medium  filtering  through  the  interstices.  There  are  two  methods 
of  closely  packing  spheres,  the  tetrahedral  packing  with  a  pore 

space  of  I  —  — 7=  or  25.96  per  cent  by  volume  and  the  cubical 

IT 

packing  with  a  pore  space  of  i  —  ^  or  47.64  per  cent  by  volume. 

Since  the  pore  space  is  independent  of  the  radius  of  the  particles, 
and  since  interlocking  of  the  spheres  occurs  as  soon  as  the  pore 
space  becomes  less  than  47.64  per  cent,  the  concentration  of  solid 
corresponding  to  this  pore  space  appears  to  be  the  maximtun 
concentration  for  the  occurrence  of  plastic  flow  of  the  first  type, 
and  at  this  concentration  of  52.36  per  cent  slipping  must  take 
place  if  the  mass  is  to  flow  as  a  whole. 

While  the  maximum  concentration  for  plastic  flow  is  thus 
independent  of  the  size  of  the  particle,  we  have  seen  that  the 
concentration  at  which  plastic  flow  begins  decreases  with  the 
decreasing  radius  of  the  particles.  To  have  a  considerable  range 
of  plasticity,  the  spheres  must  therefore  be  very  small.  It  is  this 
fact  which  is  of  fundamental  importance  in  the  study  of  plastic 
substances. 

What  has  been  stated  above  in  regard  to  the  effect  of  piercing 
the  lamellae  with  fine  pores  may  be  extended  to  the  case  where 
the  particles  are  porous  spheres  or  bodies  with  reentrant  angles  or 
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as  in  a  viscous  fluid — ^but  rather  as  a  plastic  substance,  bridging 
across  the  space  so  that  the  packing  is  by  no  means  the  closest 
possible.  In  an  actual  experiment,  after  continued  shaking  for 
about  a  half  hour,  the  pore  space,  as  determined  by  means  of 
carbon  tetrachloride,  was  not  47.64  per  cent  as  with  equal  spheres 
and  close  cubical  packing  but  81.6  per  cent  by  volume.  In  an 
aqueous  suspension  made  with  water  containing  one-tenth  of  i 
per  cent  of  potassium  carbonate  the  plastic  flow  was  foimd  to 
begin  in  a  mixture  containing  80.5  per  cent  water  by  volume. 


IV.  DISCUSSION  OF  EXPERIMENTAL  DATA 
1.  LAW  OF  raBSSURES 

We  take  the  data  for  capillary  No.  i,  Table  2,  Fig.  8,  to  prove 
that  for  a  certain  medium  range  of  pressures  the  volume  of  flow 
is  quite  acciu-ately  represented  by  the  formula 


v^KiP'-f). 


(13) 


where  v  is  the  volume  of  flow  per  second,  /  is  what  we  shall  denomi- 
nate the  friction  constant  ^®  expressed  in  grams  per  square  cen- 
timeter required  to  start  the  flow  and  determined  graphically  as 
the  intercept  of  the  volume-pressure  curve  on  the  pressure  axis 
as  shown  in  Fig.  8,  and  iC  is  an  arbitrary  constant.  To  test  the 
formula  the  values  of  K  are  given  in  Table  14. 

TABLB  14 


No. 

P-f 

vXlOi 

KX10» 

Derlttton 
frommMn 

20 

48.8 

5.53 

116.0 

-  a9 

19 

5a6 

6.14 

120.3 

+  3.4 

76.6 

9.06 

118.2 

+  1.3 

Tas 

&95 

114.0 

-  2.9 

loai 

11.82 

118.1 

+  1.2 

113.0 
12&1 

9.17 
14.37 

81.1 
112.0 

-  4.9 

128.8 

15.49 

12a  3 

+  3.4 

a 

156.7 

19.97 

127.4 

+10.5 

10 

157.2 

17.66 

112.3 

-  4.6 

4 
A?..... 

210.0 

23.23 

110.6 

-  6.3 

116.9 

3w9 

*•  The  turn  "intenial  frictioa"  is  tucd  sometimes  as  synonymavis  with  viscosity.  There  is  not  only 
DO  needforthis  tenn  but  there  is  positive  objection  to  its  use  in  this  cconectioti.  since  the  law*  of  ritootas 
flo-w  are  quite  different  from  the  laws  of  ordinary  friction.  Since  in  suspensions  we  have  the  colUsioiis  ci 
particles  with  the  diwipation  of  the  energy  of  translation  aooordin<  to  the  laws  of  frictiQii,  w«  have  htn 
a  t=nie  hitenial  frictksi.  and  it  seems  beat  to  itscnrc  the  use  of  the  tcnn  f or  this  oase. 
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Leaving  out  experiment  No.  3,  which  appears  to  be  grossly  in 
error,  we  obtain  an  average  value  for  K  of  116.9,  with  an  average 
deviation  from  this  mean  value  of  3.9.  There  is  no  perceptible 
drift  in  the  mean  value  when  the  experiments  are  arranged  as  here 
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Flo.  S.^The  results  of  experiments  at  2S^  C  with  Capillaries 
No.  J,  No.  2,  No.  3,  and  No.  6.1  with  50  per  cent  by  vfeight 
of  clay  suspended  in  pure  water  are  here  plotted.  For  medium 
pressures  the  curves  are  linear  and  intersect  each  other  at  a  point 
on  the  pressure  axis  which  is  widely  removed  from  the  origin. 
Comparing  this  with  Fig.  2,  we  see  that  this  affords  a  sharp 
distinction  between  viscous  and  plastic  flow.  Capillary  No.  i 
shows  that  at  high  pressure  the  flow  suddenly  increases,  which 
is  believed  to  be  due  to  slipping.  Capillary  No.  2,  shows  that 
there  may  be  an  increased  flow  at  low  pressures,  which  is  proba- 
bly due  to  seepages 

in  their  order  of  increasing  pressures  or  in  their  chronological 
order. 

If  the  above  law  held  at  all  pressures,  no  flow  would  occur  at 
pressures  less  than  that  equal  to  the  friction  constant.  Experi- 
ments with  capillary  No.  2  in  particular  demonstrate  that  flow 
does,  however,  take  place  below  this  pressure. 
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We  believe  that  this  flow  is  of  a  different  character  from  the  flow 
at  the  pressures  just  considered,  and  that  it  is  associated  with  a 
change  in  concentration  due  to  seepage.  Certain  it  is  that  even 
were  there  no  flow  en  masse,  there  must  of  necessity  be  more  or  less 
seepage  through  and  around  the  material.  Such  seepage  would 
be  a  maximum  in  mixtures  with  low  concentration  of  solid,  since 
this  would  increase  the  size  of  the  pores,  and  with  presstu-es  which 
are  nearly  sufficient  to  cause  the  flow  of  the  mass  as  a  whole.  As 
this  seepage  takes  place  we  have  noticed,  tmder  unusual  drcmn- 
stances,  almost  pure  water  flowing  out,  but  very  slowly.  More 
usually  the  seepage  causes  a  change  of  concentration  of  the  part 
entering  the  capillary;  this  in  turn  causes  a  lowering  of  the  friction 
constant,  and  consequently  the  material  flows  en  masse  with  a 
minimum  of  separation  but  with  considerable  velocity. 

But  the  question  arises.  Will  there  nbt  be  seepage  even  when  the 
presstu"e  is  more  than  sufficient  to  overcome  the  friction  ?  Table 
15  gives  an  aflSrmative  answer  to  this  question,  but  it  also  indicates 
that  the  conditions  of  flow  are  unstable,  since  the  values  of  K  vary 
widely  even  when  the  pressure  is  practically  constant.  The  per- 
centage of  clay  in  the  mixttu"e,  which  had  flowed  through  the  in- 
strument and  was  found  by  analysis,  is  given  in  the  last  column  of 
the  table*  and  serves  as  an  indication  of  the  amount  of  change  in 
concentration  of  the  original  50  per  cent  mixture  due  to  seepage. 

TABLB  15 


No. 

P-f 

▼X10» 

KX10« 

Pwcmt 

13 
18 
14 
15 
16 
17 

2.1 
23.4 
23.8 
24.3 
24.9 
25.3 

2.45 
4.48 
5.00 
4.90 
4.21 
4.50 

1165 
191.3 
210.0 
201.9 
169.0 
177.8 

49.2 
48.7 

At  high  pressitfes  there  is  also  an  increase  in  the  rate  of  flow,  but 
unlike  the  increase  at  low  pressures  it  takes  place  suddenly.  Com- 
paring table  16  with  table  14,  we  see  that  increasing  the  value  of 
P— /  from  192.9  to  210  causes  an  increase  in  the  value  of  jFC  x  lo* 
from  120  to  209,  and  the  values  at  still  higher  pressin-es  are  in  the 
r^on  of  this  higher  value. 
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No. 

P-f 

▼xio» 

KXlOi 

5 
12 
6 

210.0 
216.3 
217.3 

43.84 
41.94 
44.87 

208.8 
193.9 
206.5 

From  the  first  it  has  been  apparent  that  this  phenomenon  can 
not  be  ascribed  to  experimental  errors.  It  appears  repeatedly 
in  the  course  of  this  investigation  and  the  phenomenon  was  some- 
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Fig.  9. — The  results  of  experiments  at  2$^  C  with  Capillaries  No,  J,  No,  6,1,  No,  6,2, 
and  No,  6,j  with  50  per  cent  by  weight  of  clay  suspended  in  a  q.i  per  cent  solution  of 
potassium  carbonate,  and  with  Capillary  No,  i  at  40^  C,  are  here  plotted.  The  friction 
constant  is  less  and  the  mobility  far  greater  than  in  the  neutral  suspension.  Rise  in 
temperature  increases  the  mobility.  With  Capillary  No,  6,j  the  results  are  irregular  at 
high  pressures 

what  thoroughly  investigated  when  using  capillary  No.  6.3  and 
an  alkaline  suspension.     (See  Table  7,  Fig.  9.) 

It  occurs  to  one  at  once  that  in  fluids  there  is  a  change  from 
viscous  flow  to  hydraulic  flow  as  the  velocity  increases  and  reaches 
a  certain  critical  value.  However,  it  is  extremely  improbable  that 
this  change  in  r^;ime  is  due  to  the  eddies  which  cause  hydraulic 
flow,  because  the  total  kinetic  energy  of  the  material  flowing 
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through  the  capillaries  m  our  experiments  formed  a  negligible  part 
of  the  total  energy  expended.     This  is  shown  in  colunm  7  of  Tables 
2  to  14.     The  probable  cause  will  be  discussed  later. 
From  our  analysis  of  the  data  for  capillary  No.  i  given  in  Table 

2,  we  conclude  that  the  law  of  pressures  expressed  by  equation 
(13)  holds  true  for  medium  pressmres,  but  not  for  high  pressiues 
nor  for  pressures  only  slightly  greater  than  the  firiction  constant. 
This  conclusion  is  confinned  by  later  experiments,  as  may  be 
judged  from  the  value  of  jti  in  the  Tables  2  to  14. 

2.  FRICTION  CONSTANT 

The  friction  is  constant  to  within  the  limits  of  experimental 
error  for  suspensions  in  neutral  solution,  as  shown  by  capillaries  No. 
1 ,  Table  2 ;  No.  2,  Table  3 ;  No. 

3 ,  Table  4 ;  and  No.  6.  i ,  Table 
5.  Capillaries  i,  2,  and  3 
differ  from  each  other  very 
little  in  diameter  but  consid- 
erably in  length,  No.  3  being 
3.6  times  the  length  of  No.  2. 
Yet  the  friction  is  78  for  both. 
This  proves  that  the  friction 
is  independent  of  the  length 
of  the  capillary.  On  the 
other  hand,  the  radius  of  cap- 
illary No.  6.1  is  over  twice 
that  of  the  others.  Since  its 
friction  is  the  same,  it  follows 
that  the  friction  is  independ- 
ent of  the  radius  of  the  cap- 
illary. 

We  should  expect  that  de- 
creasing the  pressure  between 
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Fig.  10. — As  the  volume  percentage  cf  clay  is 
increased  the  fluidity  rapidly  decreases  and  be- 
comes gero  in  the  ig,6  per  cent  mixture.  At 
this  concentration  the  friction  begins  to  have 
a  positive  value  and  increases  rapidly  and  in 
a  linear  manner ^  equation  (14) 


the  solid  particles  would  also  decrease  the  friction.  Hydroxyl  ions 
are  well  known  for  their  deflocculating  power  and  accordingly  the 
friction  in  the  alkaline  solutions  is  less  than  in  those  which  are 
neutral,  the  friction  dropping  from  78  to  59.5  in  the  very  weakly 
alkaline  solution  used.  The  experiments  with  capillaries  No.  i, 
Table  13;  No.  6.1,  Table  6;  and  No.  6.3,  Table  7,  give  a  value  for 
the  friction  which  is  59.5  to  within  the  experimental  error,  for  50 
per  cent  suspensions  at  25®.  Experiments  made  with  the  same 
suspension  at  40®  using  capillary  No.  i,  Table  12,  give  the  same 
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friction.     This  indicates  that  the  friction  is  independent  of  the 
viscosity  of  the  medium. 

The  value  of  the  friction  varies  rapidly  as  the  concentration  of 
the  suspension  is  altered,  Fig.  lo,  but  in  a  linear  maimer  as  ex- 
pressed in  the  following  formula: 


/'  =  (6-o.i96)  718     .. 
The  values  of  /  and  /'  are  given  in  Table  1 7. 

TABLE  17 


(14) 


Fraction  solid 
by  vohime-b 

Fzlctioii  con- 
■tantob- 
•etved-f 

Friction  con- 

itant  calcu* 

latwl-f 

0.2528 
.2762 
.3640 

40.0 
59.5 
119.0 

40.8 
57.6 
120.6 

3.  MOBILITY 

Given  the  law  of  pressures,  we  may  make  fhe  assumptions  made 
in  r^ard  to  viscous  flow  and  derive  the  formula,  quite  similar  to 
equation  (la) 

Tgr^tjP-f)         mpV 
'  8F(/+X) 


1 


8x/(/+X) 


(15) 


For  a  given  capillary 


-^^Ct{P^f)^Cplt (16) 

where  C  and  C  are  constants. 

In  Tables  2  to  10  the  values  of  the  last  two  terms  in  equation 
(16)  are  given  in  columns  6  and  7,  and  the  values  of  /*,  to  which  we 
refer  as  the  mobility,"  are  given  in  the  last  column  of  the  tables. 

In  Table  18  we  sumimarize  the  data  in  reference  to  the  mobility. 

u  The  ttrm.  "mobility"  has  occasionally  been  used  as  simonymous  with  fluidity,  but  for  this  use  it  is 
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Table 

CaMlo. 

Te,^., 

KX10« 

Length 

M 

Ml 

2 

SOnmitral 

25 

508 

1.2195 

2.48 

3.02 

1 

SOnentnd 

25 

117 

2.4680 

1.17 

2.89 

3 

50  neutral 

25 

56.3 

4.4120 

1.02 

4.50 

6.1 

SOnetttnd 

25 

602 

5.0110 

0.73 

3.66 

13 

1 

50  alkaline 

25 

521 

2.4680 

5.11 

12.61 

6.2 

50  alkaline 

25 

2.5094 

<7.4 
4.60 

<18.5 
23.05 

6.1 

50  alkaline 

25 

4012 

5.0110 

6.3 

50  alkaline 

25 

1462 

9.9983 

3.37 

33.7 

11 

1 

47  alkaline 

25 

2.4680 

7.35       * 

18.1 

13 

1 

50  alkaline 

25 

521 

2.4680 

5.11 

12.61 

9 

6.2 

60  alkaline 

25 

2.5094 

0.119 

2.99 

10 

6.2 

70  alkaline 

25 

0 

2.5094 

0 

0 

13 

1 

50  alkaline 

25 

521 

2.4680 

5.11 

12.61 

12 

1 

50  alkaline 

40 

766 

2.4680 

7.88 

19.4 

a  The  suspensions  are  expressed  in  terms  of  percentages  by  weight  ol  day. 

From  the  above  table  it  is  clear  that  the  mobility  is  not  con- 
stant for  the  different  capillaries,  even  though  the  material  is 
identical,  but  it  decreases  as  the  capillary  is  length&ied.  In  fact, 
for  the  suspensions  in  pure  water,  the  product  of  the  mobility  and 
the  length,  given  in  the  last  column,  yields  a  much  more  nearly 
constant  quantity.  This  taken  by  itself  would  indicate  that  the 
law  of  lengths,  which  holds  for  viscous  flow,  does  not  hold  for 
plastic  flow.  The  data  seem  to  indicate  that  the  volume  of  flow 
varies  inversely  as  the  square  of  the  length  of  the  capillary.  How- 
ever, on  closer  examination  of  the  data,  we  find  that  this  can  not 
be  the  true  explanation. 

In  the  first  place,  the  value  of  the  mobility  for  the  alkaline 
solutions  is  more  nearly  constant  than  is  the  product  of  the 
mobility  and  the  length  of  capillary,  which  proves  that  the  volume 
of  flow  apparently  varies  inversely  neither  as  the  first  nor  second 
nor  any  fixed  power  of  the  length. 

In  the  second  place,  we  recall  that  at  high  pressures  capillary 
No.  I  in  50  per  cent  neutral  suspension  gave  a  much  higher  rate 
of  flow,  corresponding  to  a  mobility  of  about  1.98,  which  is  nearly 
twice  the  value  taken  for  the  average,  or  1.17.  Similarly  capil- 
lary No.  6.1  gave  one  value  as  high  as  1.63,  and  on  the  other 
hand,  capillary  No.  2  gave  one  value  as  low  as  1.92.  Now  these 
divergences  in  our  values  are  far  outside  of  any  known  error  in 
measurement  and  we  can  explain  them  only  by  assuming  a  change 
of  regime  in  the  case  of  the  higher  values.  We  will  discuss  the 
natiure  of  this  new  r^ime  later. 
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We  therefore  return  to  the  provisional  acceptance  of  the  laws 
of  lengths  and  diameters  for  plastic  flow  which  hold  for  viscous 
flow  and  leave  for  future  work  the  elimination  or  estimation  of  the 
extraneous  influence  on  the  flow  which  is  here  apparent.  (See 
"SUpping/'p.  340.) 

Since  the  mobilities  which  we  have  obtained  for  the  suspensions 
of  different  concentrations  are  for  capillaries  of  practically  the 
same  length,  we  may  regard  the  results  as  truly  comparable, 
although  the  absolute  values  may  be  subject  to  correction. 

In  Fig.  1 1  we  have  plotted  mobility  against  volume  concentra- 
tion.    The  curve  begins  with  a  very  large  value  at  the  19.6  per 

cent  suspension  by  volume,  de- 
creases rapidly  and  reaches  a 
very  small  value  at  about  40  per 
cent  of  solid.  The  curvature  is 
very  great  near  this  latter  con- 
centration, and  it  is  therefore 
critical  as  regards  the  character 
of  the  flow.  We  noted  a 
marked  change  of  appearance 
as  this  concentration  was 
passed.  In  all  of  the  lower  con- 
centrations the  surface  tension 
was  strong  enough  to  cause  the 
material  flowing  from  the  capil- 
lary to  take  the  form  of  drops, 
but  in  the  higher,  47  per  cent, 
suspension,  the  material  for  the 
first  time  flowed  out  in  the  form  of  a  wire. 

The  region  of  notable  mobility  is  therefore  very  restricted, 
even  in  a  very  plastic  clay.  In  a  so-called  '*nonplastic"  sub- 
stance, this  curve  would  doubtless  be  very  much  steeper.  It  is 
also  evident  that  at  still  higher  concentrations  of  solid  than  those 
used  here,  the  flow  must  be  very  slight  for  moderate  pressmes 
or  else  slippage  must  play  an  important  part.  We  know  that  in 
technical  practice,  slipping  of  the  type  discussed  earlier  imder 
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Fig.  II. — The  mobility  decreases  very  rap- 
idly from  the  ig.6  per  cent  mixture^  where 
the  fluidity  is  zero,  and  the  mobility  a 
maximum  to  a  §o  per  cent  mixture  where 
the  mobility  if  negligible  on  the  scale 
used 
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capillary  No.  i.     There  is  then  an  increase  of  over  330  per  cent, 
which  is  a  truly  extraordinary  effect. 

The  temperature  has  an  effect  upon  the  mobility  which  is  only 
less  marked  than  that  just  considered,  but  the  increase  in  the 
mobility  as  the  temperature  is  raised  is  readily  accounted  for 
by  the  increase  in  the  fluidity  of  the  medium.  The  ratio  of  the 
mobilities  is 

M40-       7.88 

M26-         5. 1  I  ^^ 

while  the  ratio  of  the  fluidities  of  water  at  these  temperatures  is 

^4o«     166.9     ,  ,^ 

^„.  I  I  1.7  ^^ 

The  difference  between  these  is  a  little  over  3  per  cent,  which  is 
easily  accoimted  for  on  the  basis  of  experimental  error. 

It  seems  appropriate  to  conclude  this  section  with  some 
remarks  of  a  general  nattu-e  upon  mobility  and  its  relation  to 
plasticity. 

Any  substance  which  requires  a  shearing  stress  of  finite  magni- 
tude to  produce  a  permanent  deformation  without  rupture  is 
plastic.  If  infinitesimal  stress  is  sufficient  to  produce  permanent 
deformation,  the  substance  is  viscous.  All  liquids  and  gases  are 
viscous,  and  all  plastic  substances  must  be  regarded  as  solids."  It 
does  not  follow  that  all  solids  are  plastic,  for  if  on  subjecting  a 
body  to  shearing  stress  all  of  the  deformation  is  temporary,  the 
body  is  perfectly  elastic  and  nonplastic  for  the  stress  under  con- 
sideration. If,  on  increasing  the  stress,  rupture  takes  place 
before  there  is  any  permanent  deformation,  the  substance  is 
brittle  and  totally  nonplastic.  If  the  space  between  two  parallel 
planes  at  unit  distance  apart  is  filled  with  a  plastic  substance,  and 
a  unit  tangential  force  per  unit  area  be  applied  in  addition  to  the 
force  required  to  just  overcome  the  friction,  the  velocity  given 
to  either  plane  in  respect  to  the  other  is  a  measure  of  the  mobility. 

We  have  hitherto  avoided  the  term  "plasticity."  The  con- 
ception underlying  the  word  is  not  only  of  capacity  of  a  substance 
for  being  molded  into  a  desired  form,  but  necessarily  of  retaining 
that  form  when  it  is  once  attained.  Plasticity  is  therefore  not  a 
simple  property.  We  have  seen  that  the  ability  of  a  substance  for 
taking  a  desired  form  is  dependent  upon  the  mobility  and  perhaps 
the  slioniner.  and  also  unon  the  friction  constant       It  is  a  maximum 
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when  the  friction  is  zero  and  the  mobility  a  maximum.  On  the 
other  hand,  the  ability  of  a  substance  to  hold  its  form  is  dependent 
primarily  upon  the  friction  constant,  but  the  rate  of  change  of 
form  is  dependent  upon  the  mobility.  It  is  a  maximum  when  the 
friction  constant  is  a  maximum  and  when  therefore  the  mobility 
is  very  small. 

It  is  sometimes  desirable  to  strike  a  balance  between  the  two 
factors  of  ease  of  working  and  stability  of  form  which  is  suited  to 
the  given  conditions.  In  paint  the  mobiUty  must  be  high  and  the 
friction  may  be  low,  but  in  pottery  material  it  is  necessary  that 
the  friction  constant  be  relatively  high.  As  the  friction  is  increased 
the  concentration  is  finally  reached  where  the  pore  space  is  no 
longer  filled  with  liquid.  The  material  then  loses  cohesiveness  and 
crumbles. 

In  the  comparison  of  plastic  materials  it  would  appear  that  the 
ratio  of  mobility  to  friction  would  have  practical  importance,  but 
perhaps  more  important  still  is  the  slope  of  the  mobility  and 
friction  concentration  curves  or  the  range  of  concentrations 
between  the  one  in  which  the  friction  is  zero  and  the  one  in  which 
the  mobility  is  negligible. 

4.  SLIPPING 

If  the  shearing  stress  exceeds  a  certain  value  rupture  takes 
place,  quite  independent  of  whether  the  material  is  a  viscous  fluid 
like  pitch  or  a  plastic  solid  like  steel  or  soft  lard.  In  a  hetero- 
geneous mixture  like  clay  suspensions  the  conditions  at  the 
boimdary,  or  slight  local  changes  in  concentration,  may  be  the 
cause  of  fmther  separation  of  the  solid  from  the  liquid  meditun, 
giving  rise  to  the  slipping  already  discussed  imder  case  3,  the 
water  forming  the  lubricating  layer.  Slipping  has  never  been 
positively  identified  in  the  flow  of  liquids  even  after  the  most 
painstaking  search,  but  there  is  no  inherent  reason  why  the  phe- 
nomenon should  not  appear  in  plastic  flow  where  the  force  required 
is  so  much  greater.  We  should  expect  to  detect  it  when  the 
pressiu-e  becomes  very  great  or,  what  is  practically  the  same 
thing,  when  the  capillary  is  very  short,  making  the  pressure 
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V.  RELATION  OF  RESULTS  TO  EARLIER  WORK  ON 
PLASTICITY 

There  are  doubtless  many  types  of  plastic  substances,  but  for 
practical  reasons  the  plasticity  of  clay .  has  received  the  most 
attention.  Doubtless,  however,  the  observations  made  in  regard 
to  clay  have  a  general  application. 

In  explaining  why  some  clays  are  plastic  and  others  are  not 
fineness  of  grain  must  play  the  most  important  r61e,  if  the  views 
presented  in  this  paper  are  correct.  Fineness  of  grain  alone 
brings  about  certain  effects  which  are  important. 

1.  Fine  grains  result  in  fine  pores  when  the  particles  are  close 
together,  but  water  diffuses  very  slowly  through  such  a  material. 
In  a  pile  of  wet  sand  the  water  diffuses  rapidly  and  thus  the  lower 
portions  become  weak  because  of  too  much  water  while  the  upper 
portions  may  be  crumbling  from  having  too  little. 

2.  Fine-grained  material  has  a  far  greater  pore  space  than 
coarse-grained  material  in  the  concentration  which  has  zero  fluidity 
and  zero  friction.  There  is  therefore  a  greater  range  of  concentra- 
tions over  which  the  material  is  plastic. 

3.  For  a  given  value  of  the  friction  the  fine-grained  material 
will  contain  more  of  the  liquid  medium  than  will  a  suspension  of 
coarser  particles.  This  greater  percentage  of  water  will  naturally 
increase  the  mobility  and  the  slipping.  But  since  for  a  given 
friction  the  pore  space,  and  therefore  the  water  required  to  produce 
plasticity,  is  greater,  we  should  expect  shrinkage  on  drying. 
Since,  moreover,  the  diffusion  of  the  water  outward  will  be  very 
slow  in  the  finest  material,  we  should  expect  that  unless  the  drying 
is  accomplished  very  slowly  the  shrinkage  would  be  accompanied 
by  cracking. 

4.  On  drying,  the  fine-grainfed  material  will  offer  more  ntmierous 
points  of  contact  between  the  particles  over  a  given  cross  section. 
This  will  result  in  a  stronger  cohesion.  The  finer  the  material 
the  more  rapidly  will  salts  dissolve  out  of  it.  This  possible 
increased  concentration  of  salts,  and  the  fact  that  there  is  an 
increased  volume  of  solution  due  to  the  large  pore  space,  makes 
the  amoxmt  of  cementing  substance  larger  in  the  fine-grained 
material. 

5.  Owing  to  the  slow  diffusion  through  the  fine  material  the 
medium  will  tend  to  become  highly  concentrated  with  soluble 
substances.  Furthermore,  liquids  passing  through  the  fine  mate- 
rial will  tend  to  leave  behind  their  larger  particles  or  molecules. 
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Possibly  in  this  way  we  may  explain  the  high  adsorption  and 
hygroscopicity  of  plastic  clays. 

All  of  the  above  consequences  of  fineness  of  material  are  foimd 
in  plastic  clays  which  have  been  investigated.  There  are,  how- 
ever, numerous  exceptions  when  we  attempt  to  get  an3rthing  like 
a  quantitative  relation.  Since  there  are  several  other  important 
variables  besides  the  size  of  grain,  exceptions  are  to  be  expected. 
The  theory  would  lead  us  to  expect  that  the  shape  of  the  grain 
would  have  an  important  bearing  upon  the  plasticity.  Further- 
more, the  size  of  grain  is  not  easily  determinable  because  the 
grains  are  usually  of  varied  sizes.  We  have  already  seen  that 
the  mobility  is  affected  in  a  marked  degree  by  the  alkaline  or  acid 
character  of  the  medium  and  it  may  also  be  dependent  upon  the 
specific  cohesion  between  the  particles.  Moreover,  the  mobility 
is  dependent  upon  the  fluidity  of  the  medium.  This,  in  turn,  is 
affected  by  temperature  and  by  substances  in  solution,  either 
crystalloid  or  colloid. 

For  our  present  purpose  it  will  be  sufficient  if  we  show  that 
fineness  is  the  prime  factor  in  producing  plasticity.  It  has  been 
more  than  suspected  for  a  long  time  that  fineness  i^  a  cause  of 
plasticity,  but  the  reason  for  such  a  connection  has  not  before 
been  pointed  out. 

First  of  all  clay,  so  well  known  for  its  plasticity,  is  not  a  definite 

substance.     In  the  mechanical  analysis  of  soils  the  very  fine 

material  is  called  clay  regardless  of  its  chemical  composition. 

Merrill "  says,  in  criticism  of  the  current  definition  of  clay — 

Kaolinite  is  itself  not  properly  a  clay  nor  is  it  plastic.  Further,  in  many  cases 
it  is  present  only  in  unessential  quantities.  More  open  to  criticism  yet,  because 
more  concise,  is  the  statement  sometimes  made  that  clay  is  a  hydrated  silicate  of 
alumina,  having  the  formula  Al208.2Si02+2H20.  It  is  doubtful  if  a  clay  was  ever 
found  which  could  be  reduced  to  such  a  formula  excepting  by  a  liberal  use  of  the 
imagination.  There  is  scarcely  one  of  the  silicate  minerals  that  will  not  when  suffi- 
ciently finely  comminuted  yield  a  substance  possessing  those  peculiar  physical  prop- 
erties of  unctuous  feel,  placticity,  color,  and  odor  which  are  the  only  constant  char- 
acteristics of  the  multitudinous  and  heterogenous  compounds  known  as  clays. 
Daubree,  as  long  ago  as  1878  (Geologic  Experimentale  1879,  p.  35),  pointed  out  the 
fact  that  by  the  mechanical  trituration  of  feldspars  in  a  revolving  cylinder  with  water, 
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size  of  grain  point  to  an  enormously  increased  surface  in  plastic 
clays.  Wheeler  *•  has  found  that  nonplastic  slates,  Iceland  spar, 
propyllite,  gypsum,  and  hallosite  can  all  be  made  to  show  apparent 
plasticity.  Stull  ^^  found  that  mica  ground  for  15  hours  with 
water  and  then  screened  to  120  mesh  **  developed  a  surprising 
degree  of  plasticity;  in  fact,  it  showed  a  greater  degree  of  plas- 
ticity than  some  clays  which  are  being  worked  successfully  at  the 
present  time.  This  tends  to  prove  that  plasticity  in  kaolinite 
is  due  to  fineness  of  grain  and  thin  plate-like  structtu-e.*'  (Cf. 
also  Vogt ".) 

H.  B.  Fox  "  in  the  ceramic  laboratories  of  the  Uaiversity  of 
Illinois,  separated  the  grains  of  a  shale  and  a  glacial  clay  into  the 
several  grades  of  fineness  and  found  that  all  the  grades  possessed 
a  plasticity  that  varied  directly  with  the  fineness  of  the  grain, 
and  that  the  coarse  grains  which  could  not  be  disintegrated  by 
20  hours  of  constant  shaking  in  water,  when  broken  down  in  a 
mortar,  developed  plasticity  that  increased  as  the  size  of  the 
grains  decreased,  imtil  when  the  coarse  grains  had  been  reduced 
to  an  impalpable  powder  they  developed  a  plasticity  nearly  equal 
to  that  exhibited  in  the  finest  grains  that  had  been  separated  from 
the  original  sample,  showing,  it  is  believed,  that  the  coarser 
grains  were  comprised  of  minerals  similar  in  every  respect  to 
those  in  the  fine  grains,  but  cemented  in  such  a  way  that  they 
withstood  successfully  the  disintegration  treatment. 

According  to  Ladd,**  clays  can  be  divided  into  three  classes,  as 
follows: 

(i)  Those  which  occur  in  their  place  of  origin — that  is,  indigenous  clays,  which 
consist  of  plates,  variously  aggregated,  and  prismatic  crystals;  (3)  those  which  have 
been  transported,  broken  into  cleavage  scales,  and  deposited  in  degrees  of  fineness,  • 
according  to  the  sorting  power  of  water,  moving  with  different  rates  of  flow;  and  (3) 
those  which  have  beei}  indurated  either  by  cementation,  rccrystallization,  or  some 
unknown  cause,  to  the  point  where  they  will  no  longer  slack  in  water.  In  order  to 
make  the  clays  of  the  last  class  plastic,  they  must  needs  be  first  ground.  The  other 
two  clays  are  both  plastic,  the  former  the  least  so;  while  of  the  latter  those  which  are 
the  finest  in  grain  having  been  carried  the  farthest  or  depoated  in  the  quietest  water, 
are  the  most  plastic  of  all.  These  clays  differ,  respectively,  in  a  marked  degree  of 
plasticity  according  to  the  amount  of  interstitial  water  which  they  contain.  A  certain 
percentage  of  the  latter,  differing  in  the  different  clays,  gives  a  maximiun  plasticity. 
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the  particles.*'  Blekiinger"  remarks  that  in  certain  clays  **a 
close  and  dense  structure  prevails  which  does  not  absorb  water 
imtil  the  latter  is  forced  into  the  pores  by  grinding  and  pugging. 
Clays  of  this  type  therefore  show  but  a  feeble  initial  plasticity. 
♦  *  *  It  seems  to  be  a  fact  that  plasticity  as  meastu-ed  by 
the  ability  of  the  clay  to  be  molded  and  to  flow  through  dies 
is  dependent  upon  the  development  of  this  water-satiuated 
micellian  structure." 

Even  when  the  particles  of  clay  are  not  cemented  together 
there  is  no  reason  for  their  becoming  separated  from  each  other 
spontaneomsly  merely  by  the  presence  of  water,  which  at  best 
can  only  diffuse  very  slowly  through  the  pores  that  exist.  Yet 
in  order  to  develop  the  mobility  of  the  material  the  close  packing 
must  be  destroyed  and  the  pores  opened  up.  To  effect  this, 
mechanical  force  must  be  employed.  Thus,  there  comes  about 
the  importance  to  the  ceramist  of  kneading  in  the  pugging  mill, 
or  wetting  and  drymg,  and  particularly  of  freezing  and  thawing. 

Grout  ^  f oimd  that  all  of  the  clays  tested  by  him  were  improved 
in  plasticity  by  alternate  wetting  and  drying.  "Shales  ground  to 
40  mesh  weathered  to  approximately  the  same  figures  as  the 
duplicates  at  100  mesh.  This  suggested  that  the  action  might 
be  largely  mechanical.  The  amoimts  of  clay  (below  0.005  nim) 
in  shale  No.  63  were  determined  before  and  after  weathering. 
The  per  cent  rose  from  7.7  to  17.8  by  one  wetting  and  drying." 

Rolfe«^  states:  *'When  beds  of  kaolin  or  of  flint  clay  *  ♦  ♦ 
are  exposed  to  the  action  of  the  weather  for  a  sufficient  length  of 
time  disintegration  takes  place  and  the  nonplastic  material  be- 
comes plastic."  (P.  28.)  Speaking  of  the  minerals  in  kaolin,  he 
says:  ''Admixttu'es  of  these  minerals  when  piu-e  form  a  white 
mass,  pulverulent  or  easily  made  so  by  weathering,  and  but  little 
plastic  imtil  finely  groimd,  but  its  lack  of  plasticity  is  probably 
due  to  cementation  of  its  grains."  (P.  27.)  He  says  of  flint 
clays:  ''There  is  a  class  of  clays  of  almost  stony  hardness  having 
a  conchoidal  fracttu-e  and  a  structtue  so  like  flint  that  they  are 
commonly  known  as  flint  clays  *  *  ♦.  There  is  then  no  necessary 
relation  between  the  flinty  structm-e  and  their  chemical  composi- 
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some  are  not."  (P.  31.)  Speaking  of  gumbo  days,  he  says: 
''These  are  composed  of  exceedingly  fine  clay-like. material  which 
packs  so  closely  that  water  passes  through  it  but  slowly.  It  was 
laid  down  in  still  water,  the  streams  which  brought  it  having 
deposited  all  sediment  coarser  than  the  finest  sand  and  clay, 
because  of  loss  of  velocity,  before  reaching  this  point.  It  is  very 
plastic  and  possesses  great  binding  power,  but  dries  slowly  and 
cracks  badly.'*     (P.  34.) 

Beyer  and  Williams  '*  state:  ''Although  piu-e  clays,  which  con- 
sist alone  of  kaolinitic  grains  are  commonly  nonplastic,  they 
frequently  possess  plasticity  or  may  be  made  to  exhibit  this  prop- 
erty by  pulverization  and  weathering  and  without  any  alteration 
of  their  composition.'* 

Finally,  it  may  be  noted  that  in  adding  sand  or  other  nonplastic 
material  to  plastic  clay  the  plasticity  is  lowered  less  in  proportion 
as  the  material  added  is  finely  divided. 

There  is  at  present  no  reliable  means  for  measiuing  plasticity. 
It  has  been  proposed  to  measin-e  various  other  properties  instead 
which  are  supposed  to  be  related  to  plasticity,  such  as  the  amoimt 
of  water  required  to  bring  the  clay  to  a  proper  consistency,  the 
tensile  strength  of  the  wet  clay  or  of  the  clay  after  drying,  of  the  ad- 
sorptive  power  of  the  clay  for  certain  dyes  such  as  malachite  green, 
of  the  shrinkage  on  drying,  or  of  a  combination  of  such  tests.  That 
there  is  a  relation  between  plasticity  and  these  other  properties  is 
thus  generally  recognized.  Thus  Pin-dy  ^*  states:  "Experimental 
evidence  indicates  that  variation  in  the  fineness  of  grain  controls 
many  of  the  physical  and  pyrochemical  properties  exhibited  by 
clays.  Plasticity,  shrinkage  in  drying  and  burning,  tensile 
strength,  dr3dng  properties,  rate  of  oxidation,  rate  of  vitrification, 
toughness  of  burned  ware,  and,  finally,  to  some  extent,  pyro- 
metric  value  of  the  clay,  are  all  influenced  by  fineness  of  grain." 

The  following  table  is  compiled  from  the  work  of  Purdy.  In 
column  I  are  given  the  names  of  the  clays;  column  2  shows  the 
relation  between  the  amoimt  of  surface  in  a  imit  volume  for  the 
different  clays;  column  3  gives  the  percentage  by  weight  of  dry 
clay  particles  of  diameters  ranging  between  zero  and  o.ooi  mm; 
column  4  gives  the  average  volume  shrinkage  in  percentage;  col- 
umn 5  gives  the  amoimt  of  water  needed  to  produce  maximum 
plasticity,  while  column  6  gives  the  excess  of  water  over  and 
above  that  required  to  fill  the  pores  of  the  dried  brick;  column  7 

*  Iowa  G€ol.  Surv.,  14,  p.  89;  1904.  *  Illinois  SUte  GeoL  Surv.  BuU..  9,  p.  149;  1908. 
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gives  the  maximiim  tensile  strength  in  kilograms  per  square  centi- 
meter. If  we  multiply  the  figiu-es  in  column  8  by  10  "  we  get  an 
idea  of  the  niunber  of  particles  in  i  gram  of  some  of  the  clays  used. 

TABLE  19 

Relation  Between  Fineness  of  Gnin,  Colimms  2,  3,  and  8,  and  Shrinkt^  on  Dxying, 
Column  4f  Percentage  of  Water,  Column  5,  Excess  of  Water  Required  to  Produce 
Maximnm  Plasticity  over  that  Required  to  Fill  tiie  PoreSy  Column  6,  and  the  Tensile 
Strength,  Column  7 


1 

2 

3 

4 

5 

6 

7 

8 

H21 

783 
634 
604 
553 
514 
489 
444 
403 
397 
366 
356 
341 
331 
339 
300 
291 
287 
275 
262 
256 
254 
221 
195 

34.67 
27.30 
25.52 
23.97 
22.24 
21.40 
19.22 
15.32 
15.53 
15.72 
13.15 
13.96 
13.90 
12.94 
11.81 
11.79 
11.43 
10.85 
10.05 
9.76 
9.67 
7.77 
7.63 

18.0 
20.4 
18.3 
16.5 
10.1 

18.0 

21.4 

19.6 

18.3 

16.27 

14.4 

7.8 
10.3 
8.4 
S.0 
3.6 
6.4 

9.16 
23.41 
13.24 

S.21 

10.81 
13.74 
7.21 
12.97 
11.11 
9.25 
8,35 
9.93 
12.29 
9.52 
6.98 
5.22 
5.71 
5.36 
5.36 
7.35 
6.71 
S.16 
4.37 

1940 

H23 

1589 

KIO 

H20   

K4 

i-n    

HIS 

K12 

12.7 
13.9 

13.35 
13.4 

5.7 
5,5 

Rl 

021 

K13 

10.5 
10.5 
12.2 
13.5 
9.6 

16.3 
16.82 
16.77 

3.6 
5.4 
4.8 

K32 

794 

K2 

829 

KU 

K7 

17.57 

4.9 

R3 

K5 

5.2 
6.1 
7.5 
6.2 
6.1 
10.1 
3.5 

13.06 

13.2 

14.4 

14.9 

13.6 

17.03 

13.4 

1.8 
3.9 
3.3 
3.3 
2.5 
3.8 
1.9 

R4 

K8 

Kl 

560 

K14.  -. 

K6 

440 

K9 

Since  the  values  in  columns  2  and  3  are  quite  closely  parallel, 
either  may  be  taken  as  a  measure  of  the  fineness  of  grain.  There 
is  certainly  a  very  definite  relation  between  fineness  of  grain  and 
the  amotmt  of  water  in  excess  of  the  pore  space  in  the  dried  brick 
required  to  produce  plasticity.  There  is  a  relation  between  fine- 
ness of  grain  and  percentage  volume  of  shrinkage,  but  it  is  less  well 
marked,  and  the  relation  to  the  tensile  strength  of  the  dried  mate- 
rial is  also  clear  but  even  less  marked. 

Measurements  of  the  tensile  strength  of  the  dry  material  are 
particularly  open  to  objection  as  a  measure  of  plasticity,  since  the 
tensile  strength  must  depend  largely  upon  the  amount  of  soluble 
cementing  material,  which  in  turn  depends  upon  other  factors 
than  the  fineness.     It  has  been  repeatedly  observed  that  materials 
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are  plastic  when  ground  wet  which  are  nonplastic  when  ground 
dry.  Probably  in  each  case  the  plasticity  is  estimated  on  the  basis 
of  the  tensile  atrength.  We  understand  that  the  United  States 
Oflfice  of  Public  Roads  and  Rin-al  Engineering  formerly  tested 
materials  for  then-  binding  power  uniformly  in  both  the  wet  and 
dry  condition,  and  that  it  was  a  universal  experience  that  wet 
grinding  gave  the  greater  binding  power.  It  should  not  be  over- 
looked that  here  chemical  composition  of  the  material  is  of 
importance. 

No  work  seems  to  have  been  done  on  the  flow  of  plastic  sub- 
stances through  long  tubes  as  a  measure  of  plasticity.  Some  work 
has  been  done  on  the  flow  of  such  materials  through  orifices,  which 
corresponds  to  the  conditions  necessary  for  hydraulic  flow.  The 
effort  has  been  made  to  measure  the  so-called  "  viscosity  "  of  plastic 
materials  such  as  paint  by  means  of  paddle-wheel  viscometers  or 
instruments  of  that  type.  It  is  quite  possible  that  measurements 
with  this  latter  type  of  instrument  have  the  highest  significance, 
but  it  is  manifest  that  instead  of  expressing  the  results  in  terms  of 
''viscosity"  they  should  be  based  on  the  application  of  the  laws 
of  plastic  flow. 

Among  the  experiments  with  orifices,  Bleininger  and  Ross*' 
have  shown  that  the  more  plastic  substances  require  the  most 
water  to  render  them  plastic,  but  that  all  require  about  the  same 
force  of  50  pounds  per  square  inch  to  start  the  flow.  This  seems 
to  be  equivalent  to  sa3dng  that  in  their  most  workable  condition  all 
clays  should  have  about  the  same  friction,  but  since  for  a  given 
friction  the  most  plastic  clays  will  contain  the  most  water,  they 
will  have  the  highest  mobility  and  slippage. 

Simonis**  made  some  interesting  experiments  using  40  g  of 
Zettlitz  earth  made  up  with  100  g  of  water  and  to  which  were 
added  successive  portions  of  a  dilute  solution  of  sodiiun  hydroxide 
containing  1.795  g  per  liter.  The  pressures  seem  to  have  been 
measuured  in  centimeters  of  water  head  and  the  volume  of  flow  in 
the  nimiber  of  cubic  centimeters  which  would  flow  in  600  seconds. 
He  measured  the  flow  of  16  mixtures  and  piu-e  water,  designated 
by  the  numbers  given  on  the  ciu^es  in  Fig.  12.  The  amoimts 
of  sodium  hydroxide  added  are  given  in  the  second  column  of 
Table  20. 

^  Tnuu.  Amer.  Cerun.  Soc.,  16,  p.  39a;  19x4.  "  Spredisaal.  S8.  pp.  597.  88x.  x6as:  190$. 
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The  curves  are  nearly  linear  except  when  the  volume  of  flow  is 
small.  The  curvature  is  again  probably  due  to  seepage  as  in  our 
own  experiments.  The  horizontal  distance  of  the  different  curves 
from  the  ciuve  No.  lo  is  evidently  a  measure  of  the  friction  con- 
stant.    The  values  of  the  friction  constant  /  as  obtained  graphi- 


PRESSURE 

Fig.  12. — Plastic  flow  from  an  orifice.    Adapted  from  Simonis 

cally  are  given  in  the  table.     We  may  calculate  these  values  by 
means  of  the  formula 
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the  values  of  /  and  /'  that  Simonis's  experiments  confirm  our  con- 
clusion from  oiu-  own  experiments  that  the  friction  is  a  linear 
function  of  the  concentration.  We  note  that  the  friction  con- 
stant continually  decreases  as  the  water  is  added  imtil  11  cm* 
have  been  ad(|^,  after  which  fmiiier  additions  haVe  no  effect 
upon  the  rate  of  flow. 

The  fact  that  the  curves  are  sensibly  parallel  consti^tes  a  remark- 
able difference  between  his  results  and  oiu-  own.  The  fact  that 
his  curves  are  parallel  signifies  that  all  of  the  plastic  mixtures 
have  the  same  mobility  and  that  all  of  the  viscous  mixtures  have 
the  same  fluidity,  or  what  amounts  to  the  same  thing,  the  rate  of 
flow  is  independent  of  the  fluidity  or  mobility.  This  is  charac- 
teristic of  the  flow  through  an  orifice,  where  tte  rate  of  flow,  as 
calculated  from  equation  la  or  equation  15,  is 


since  /  is  equal  to  zero.  It  appears,  therefore,  that  Simonis's 
experiments  are  to  be  regarded  as  a  study  of  the  hydraulic  flow 
of  plastic  materials. 

We  can  calculate  the  higher  rates  of  flow  qiiite  accurately  by 
means  of  the  formula 

C/ - 23.4  (P-/0  + 168,7        .'[  , 

as  seen  in  Tabfe  20.  The  agreement  between  the  observed  and 
calculated  values  decreases  as  the  rate  of  flow  is  lowered. 

VI.  MODELS  OF  PLASTIC  FLOW 

It  was  thought  that  the  views  of  the  nature  of  plastic  flow  here 
presented  might  be  more  convincing  if  a  working  model  could  be 
constructed.  Ottawa  sand  of  specific  gravity  of  2.638  and  20  to  30 
mesh  was  found  to  have  a  pore  space  of  34.5  per  cent.  Coal-tar 
pitch  of  specific  gravity  of  1.28  was  added  to  two  portions  of  the 
sand  to  the  extent  of  30  and  40  per  cent  by  volume.  These  mate- 
rials after  being  thoroughly  mixed  were  made  into  briquettes  4  by  i 
by  I  cm  and  laid  on  two  supports  3.3  cm  apart.  In  Figs.  13  and  14 
a  briquette  of  the  piu"e  pitch  is  shown  at  a,  the  second  photograph 
being  taken  28  days  later  than  the  first.  It  is  evident  that  the 
pitch  is  a  viscous  Kquid  since  it  flows  readily  under  the  very  small 
force  here  exerted  by  gravity.  The  material  with  40  per  cent 
pitch,  (6),  is  only  less  fluid,  being  still  viscous,  as  shown  by  the 
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marked  sagging.  The  material  with  30  per  cent  pitch  (c)  is  still 
less  fluid,  but  it  can  hardly  be  called  plastic  since  there  is  very 
perceptible  sagging,  and  yet  the  pitch  is  considerably  less  than 
sufficient  to  fill  the  pore  spaces  completely,  so  that  the  material 
is  lacking  in  strength.  It  may  be  said  therefore  that  the  coarse 
sand  is  nonplastic. 

Some  of  the  coarse  sand  was  ground  and  passed  through  a  20- 
mesh  sieve,  and  with  this  briquettes  were  made  containing  40  and 
45.5  per  cent  of  pitch.  We  see  in  Fig.  14  (d)  that  with  even  as 
high  as  45.5  per  cent  of  pitch  the  fluidity  is  very  slight.  With  40 
per  cent  (e)  we  have  a  truly  plastic  material  since  now  after  the 
elapse  of  several  months  the  sagging  is  hardly  perceptible.  And 
it  may  be  added  that  the  material  has  very  great  strength. 

Vn.  SUMMARY 

1.  The  various  tjrpes  of  viscous  and  plastic  flow  have  been 
considered  theoretically.  According  to  the  circumstances  of  the 
flow  the  viscosities  may  be  additive,  the  fluidities  may  be  addi- 
tive, or  slipping  or  seepage  may  enter  in  to  affect  the  character  of 
the  flow.  The  possible  separation  of  the  components  of  a  mixture 
by  means  of  flow  has  been  considered.  It  has  been  shown  ^hat  in 
a  suspension  of  solid  particles  in  a  liquid  there  must  be  a  dissipation 
of  energy  when  the  solid  particles  collide,  as  they  must  collide 
if  the  layers  of  the  suspension  move  over  each  other.  This 
dissipation  of  energy  follows  the  laws  of  ordinary  friction  and  not 
the  laws  of  viscosity. 

2.  Measurements  have  been  made  upK)n  the  flow  of  clay  sus- 
pensions of  different  concentrations  through  capillaries  of  varying 
dimensions  and  at  two  temperatures. 

3.  It  is  shown  that  plastic  flow  can  be  sharply  differentiated  from 
viscous  flow  by  the  ''friction*'  necessary  to  start  plastic  flow. 
The  friction  is  a  linear  fimction  of  the  volume  concentration.  It 
is  also  affected  by  the  presence  of  alkalies  or  acids,  but  it  is  inde- 
pendent of  the  length  or  diameter  of  the  capillary  as  well  as  the 
temperatiu-e  of  the  mediiun. 

4.  For  mediiun  pressure  the  rate  of  efflux  is  given  by  the  formula 
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that  at  high  pressures  there  is  slipping  which  under  certain  circum- 
stances may  cause  a  sudden  increase  in  the  rate  of  flow. 

5.  The  fluidity  becomes  zero  at  the  concentration  of  solid  where 
the  plastic  flow  begins;  that  is,  where  the  friction  begins  to  have 
a  positive  value.  This  concentration,  where  the  particles  are  able 
to  form  a  bridge  across  the  capillary  space,  is  reached  long  before 
the  concentration  corresponds  to  close  packing  of  the  solid  parti- 
cles. For  very  fine-grained  material  the  range  between  the  con- 
centration giving  zero  fluidity  and  the  concentration  corresponding 
to  close  packing  will  be  much  greater  than  in  coarse-grained 
material. 

6.  The  "mobility"  of  suspensions  has  been  defined  and  calcu- 
lated. The  mobility  decreases  very  rapidly  from  its  maximum 
value  in  the  concentration  which  has  zero  fluidity  to  a  value  not 
far  from  zero  in  the  mixture  which  corresponds  to  close  packing  of 
the  solid  particles.  The  mobility  increases  with  the  fluidity  of  the 
medium,  but  it  is  also  greatly  ejected  by  the  presence  of  alkalies 
or  acids. 

Washington,  March  2, 191 6. 
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L  INTRODUCTION 

Data  on  the  distribution  of  energy  in  the  visible  spectrum  of  a 
standard  soiu-ce  of  light  are  frequently  needed  by  experimenters 
who  are  not  in  a  position  to  determine  for  themselves  the  energy 
distribution.  Frequent  requests  for  such  data  have  come  to  this 
Btu-eau  and  an  attempt  has  been  made  to  supply  the  desired 
information. 

The  acetylene  flame  appears  to  be  a  promising  light  source, 
having  a  high  intensity  and  a  white  color.  During  the  past  six 
years  the  distribution  of  energy  in  the  visible  spectrum  of  this 
flame  has  been  subjected  to  numerous  investigations. 

In  a  previous  communication  *  data  were  published  on  the 
soectral  enerev  distribution  of  a  flat  acetvlene  flame  radiatine 
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edgewise  into  the  slit  of  a  mirror  spectrometer,  containing  a 
fluorite  prism  and  a  vacuum  bolometer.  The  energy  distribution 
in  the  region  of  the  spectrum  from  the  blue  to  the  extreme  violet 
was  obtained  with  a  spectrometer  containing  plano-convex 
lenses  and  a  quartz  prism.  The  investigation  showed  that  the 
energy  distribution  was  a  function  of  the  thickness  of  the  flame. 
This  variation  of  emissivity  with  thickness  of  the  flame  was  found 
to  be  very  marked  in  the  infra-red,  and  continued  to  be  appreci- 
able into  the  visible  spectrum — at  o.68/i. 

The  demand  arising  for  more  precise  data,  the  investigation 
was  undertaken  anew  in  1913,  using  more  sensitive  radiation 
instruments,  which  permitted  making  more  precise  measture- 
ments  in  the  blue  and  violet  parts  of  the  spectrum.  It  was  then 
found  that  in  the  flat  acetylene  flame,  observed  flatwise  and  also 
edgewise,  the  variation  in  emissivity  with  thickness  was  even 
more  marked  throughout  the  spectrum  than  previously  recorded. 
From  this  it  appears  that  the  distribution  of  energy  in  a  flat 
acetylene  flame  can  not  be  standardized.  However,  the  cylin- 
drical flame  from  a  specified  burner  seemed  to  give  sufEiciently 
concordant  results  to  warrant  its  use  as  a  standard  of  light  for 
investigations  which  do  not  require  the  highest  attainable  pre- 
cision, in  the  spectral  energy  distribution. 

Important  opGcal  work,  employing  light  stimuli,  is  being  done 
with  spectrometers  having  collimaling  lenses  of  glass  and  of 
quartz.  The  question  arose  as  to  whether  the  energy  distribution 
can  be  determined  with  an  achromatic  doublet,  and  especially 
with  a  plano-convex  quartz  lens,  provided  corrections  are  made 
for  changes  in  apertin^  with  change  in  wavelength.  The  investi- 
gation of  the  plano-convex  quartz  lens  for  spectral  energy  dis- 
tribution as  compared  with  a  mirror  spectrometer  (which  is  the 
recognized  method  for  making  spectral-energy  measurements) 
was  made  about  two  and  one-half  years  ago;  but  the  data  were 
not  published. 

Recently  in  connection  with  an  investigation  of  the  visibility  of 
radiation,  a  wide  aperture,  achromatic  doublet  (computed  by 
E.  D.  Tillyer)  was  subjected  to  test  for  spectral  energy  distribu- 
tion.   The  data  obtained  are  in  complete  agreement  with  those 


Digitized  by 


Google 


bUSSLI  spectral  Distribution  of  Acetylene  357 

viewed  edgewise.  The  former  data  are  therefore  withdrawn  in  view 
of  the  difficulty  in  using  a  flat  flame,  viewed  edgewise,  and  in  view 
of  the  apparently  greater  reliability  of  the  present  data  on  the 
cylindrical  flame  of  the  dimensions  specified.  In  giving  the  new 
data  it  is  to  be  emphasized  that  whenever  possible  the  energy 
distribution  of  the  acetylene  flame  used  should  be  determined 
experimentally,  at  least  in  the  red  and  yellow  part  of  thespectrum, 
where  the  intensity  is  high  (hence  easy  to  observe)  and  is  subject 
to  variations  (in  the  red)  with  thickness  of  the  radiating  layer  of 
the  flame.  In  the  region  of  the  spectrum  extending  from  the 
yellow  to  the  extreme  violet  the  energy  distribution  of  all  acetylene 
flames,  whether  cylindrical  or  flat  (examined  flatwise  and  edge- 
wise), was  found  to  coincide,  indicating  that  the  radiation  is  suffi- 
ciently saturated  so  that  the  data  given  herewith  may  be  con- 
sidered applicable  to  the  various  acetylene  burners  commonly 
used. 

However,  as  already  stated,  in  the  region  from  the  red  toward 
the  longer  wave  lengths  the  emissivity  is  greatly  affected  by 
change  in  thickness  of  the  flame  so  that  it  is  important  to  use  a 
cylindrical  flame  of  the  dimensions  specified  in  order  to  insure 
accuracy. 

n.  EXPERIMENTAL  DATA 

!•  THE  ACBTTLBNB  FLAMB 

The  data  given  in  this  paper  pertain  to  a  cylindrical  acetylene 
flame,  produced  by  a  single-jet  "Crescent  Aero"  burner,*  con- 
suming one-fourth  cubic  foot  of  gas  per  hour.  The  acetylene  gas 
was  made  from  commercial  calcium  carbide.  It  was  produced  by 
an  automatic  generator*  and  supplied  to  the  burner  under  a  water 
pressure  of  7.5  cm  (as  meastn^d  at  the  outlet). 

The  automatic  generating  apparatus  supplied  the  gas  at  a  very 
imiform  pressure,  which  is  important  in  acctuate  work. 

The  height  of  the  luminous  part  of  the  flame,  as  measured  from 
the  lava-tip  biuner,  was  dbout  3,5  cm  and  the  thickness  was 
about  3  mm.  No  doubt  other  makes  of  biuners  giving  a  flame 
of  the  dimensions  herein  specified  will  give  similar  results.  In 
the  recent  investigation  the  flame  was  placed  a  short  distance 
(about  15  mm)  from  the  spectrometer  slit,  which  was  either  4  or 
12  mm  in  height.  In  this  manner  the  spectral  energy  distribution 
of  a  height  of  4  mm  and  of  12  mm  of  the  thickest  part  of  the 
flame  was  obtained.     (See  Fig.  i.) 


t  Obtained  from  the  Crescent  Burner  Murafacturing  Co.,  New  York. 

*  A  "  Pilot.  Model  D."  acetylene  leneretor  made  by  the  Acetylene  Apparatus  Mfg.  Co..  Chicago.  ID. 
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The  acetylene  flame  has  been  employed  in  this  Bureau  in  radio- 
metric investigations  extending  over  a  number  of  years,  and  it 
has  proven  a  very  convenient  and  constant  soiux^e  of  radiation. 
A  photometric  investigation  of  the  acetylene  flame  as  a  source  of 
light  for  standardizing  photographic  plates,  made  by  Jones,'  also 
shows  a  great  constancy  in  the  behavior  of  this  (flame)  soiuce  of 
radiation. 

The  acetylene  flame  is,  of  course,  subject  to  agitation  by  air 
currents,  but  it  is  easily  rendered  steady  by  the  simple  device  of 
having  it  situated  at  a  distance  of  about  3  mm 
from  a  sheet  of  metal,  which  is  perforated  by  a 
slit  2  mm  wide  and  6  to  1 2  mm  high,  depending 

T,.,  ^,,  of  course  upon  the  use  to  which  the  flame  is  to 

'/Vxl'  ^  P^*  '^  illumination.    Such  a  simple  shield, 

shown  in  Pig.  2  A ,  has  been  used  satisfactorily  in 
the  various  investigations  made  in  this  Bureau 
dtuing  the  past  six  years.  In  order  to  make  a 
light-tight  inclosure  a  shield  has  recently  been 
provided  which  is  of  the  form  shown  in  Fig.  2  B, 
However,  for  steadying  the  flame  the  device  does 
not  appear  to  be  any  more  efficient  than  a  strip 
of  sheet  iron,  about  15  cm  long  and  10  cm  wide, 
bent  into  the  form  shown  in  Fig.  2  A, 

2.  THB  8PBCTRORADIOMBTBRS 

The  data  presented  in  this  paper  are  based 
upon  the  spectral  energy  distribution  obtained 
with  three  different  tjrpes  of  spectroscopes  dif- 
fering widely  in  dispersion  and  differing  entirely 
in  construction  of  the  optical  parts. 
Spectroradiometer  No.  i. — ^The  spectroradiometer  having  the 
smallest  dispersion  and  the  highest  intensity  of  radiation  con- 
sisted of  (i)  a  pair  of  plano-convex  quartz  lenses  (cut  perpen- 
dicular to  the  optic  axis)  18  cm.  in  focal  length  and  6  cm.  in 
diameter,  (2)  a  60®  quartz  prism,  and  (3)  a  radiometer  consisting 
of  a  bismuth-silver  thermopile  and  auxiliary  galvanometer,  both 
of  which  instruments  have  been  described  in  previous  communi- 
cations in  this  Bulletin.  In  order  to  obtain  a  normal  spectral 
energy  curve  from  the  data  obtained  with  this  outfit  it  is  necessary 
to  apply  corrections  (i)  for  reflections  from  the  faces  of  the  prism 

*  Jones,  Trans.  lUum.  Bug.  Soc..  •,  p.  716;  19x4- 


Fig.  I. — Acetylene 
burner  andfiame 
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and  the  lenses  (coltunn  6,  Table  i),  (2)  for  change  in  slit  width 
with  change  in  focal  length  .(column  5,  Table  i),  and  (3)  for 
change  in  energy  intercepted  with  change  in  aperture  with  focal 
length.  The  latter  correction  is  important  because  the  factor 
enters  as  the  square  of  the  focal  lengtli.  These  data  are  given  in 
column  7  of  Table  i.  The  complete  data  for  reducing  the  pris- 
matic energy  distribution  to  normal  are  given  in  column  8  of 
Table  i .  They  are  to  be  considered  supplementary  to  the  optical 
constants  of  quartz  previously  published.*  The  distribution  of 
energy  in  the  spectrum,  obtained  firom  the  observations  when 
using  this  quartz  spectrometer  outfit,  is  given  in  Fig.  3.  The  data 
are  in  excellent  agreement  with  those  obtained  with  other  spectro- 
radiometers  having  a  much  larger  dispersion.  In  the  extreme 
violet  the  energy  is  probably  a  trifle  high,  due  to  the  presence  of 

diffuse  light. 

TABLE  1 

Data  for  Redttdng  Prismatic  SMCtial  Energy  Curves  to  ITotmal  whan  Using  a 
Spectroradiometer  Consisting  <»  a  60^  Quartz  Prism  and  a  Pair  of  Plano-Conves 
Qoartz  Lenses  Having  a  Focal  Lengtli  of  18  cm  for  Xb0.5876m 
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Spectroradiometer  No.  2. — ^The  second  outfit  used  in  the  energy 
measurements  in  the  spectrum  of  the  acetylene  flame  consisted  of 
a  spectrometer  with  (i)  silvered^lass  mirrors  50  cm.  in  focal  length, 
(2)  a  perfectly  clear,  60^,  fluorite  prism,  and  (3)  a  vacuum  bolom- 
eter. This  outfit  has  been  described  in  a  previous  communica- 
tion/ in  which  data  are  given  for  eliminating  the  absorptkm  in 
the  silver  mirrors  and  for  reducing  the  observations  to  a  normal 
spectrum.  In  a  mirror  spectrometer  the  question  of  achromatism 
does  not  enter  into  the  work,  and  the  change  in  astigmatism  is 
inappreciable.  Owing  to  the  larger  dispersion  which  obtained  in 
this  spectroradiometric  outfit  (about  twice  that  of  spectroradiometer 

No.  i)  and  the  small  aperture  of 
the  prism,  the  energy  measure- 
ments could  not  be  extended  into 
the  extreme  violet  The  data  are 
in  excellent  agreement  (Fig.  3) 
with  those  obtained  with  the  other 
spectroradiometers.  As  already 
mentioned,  the  investigation  of 
the  acetylene  flame  with  these  two 
instruments  was  for  the  purpose  of 
testing  the  quartz-lens  outfit  as  a 
spectroradiometer  and  for  obtain- 
ing data  on  the  acetylene  spectrum 
in  the  extreme  violet.  The  data 
pertaining  to  these  two  spectro- 
radiometers were  obtained  some 
years  ago,  but  never  published. 
Spectroradiometer  No.  j. — ^The  data  recently  obtained  relates  to 
a  spectroradiometer  having  (i)  achromatic  lenses  (cemented  dou- 
blets computed  by  E.  D.  Tillyer)  5  cm  in  diameter  and  31  cm  in 
local  length,  (2)  a  60^  prism  of  light  flint  glass,  and  (3)  a  bismuth- 
silver  thermopile,  in  a  monochromatic  illuminator  mounting.^ 

The  calibration  and  slit-width  ciuve  of  the  prisms  used  in  the 
two  preceding  spectroradiometers  were  obtained  from  the  refractive 
indices.  Not  knowing  the  refractive  indices  of  the  flint-glass 
prism  the  scale  of  wave  lengths  was  calibrated  by  noting  the 
spectrometer  circle  readings  for  various  helium  lines,  frx)m  a 
vacuum  tube  operated  on  a  2000- volt  transformer.    The  spectrom- 


\ 


/ 


Fig.  2. — Shields  far  an  acetyUtufianu 


'  tut  BnOctm.  10,  p.  x;  1913. 


t  Thig  BuUetin.  11,  p.  154;  19x4. 
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eter  was  provided  with  an  automatic  device  for  maintaining  the 
prism  at  minimum  deviation,  the  fiducial  point  being  the  yellow 
helium  line  X—o.5876/i  and  the  spectrometer  circle  reading  being 


iSOt 


Flo.  3. — Eiurgy  distribuHon  in  ths  visible  spectrum  of  a  cylindrical  aodykne  flame  as 
observed  with  three  types  cf  spectroradiometers 

310®  00'  00",  as  shown  in  Fig.  4.  This  illustration  gives  the 
calibration  curve  and  the  curve  of  slit  widths  for  reducing  the 
prismatic  energy  measurements  to  the  normal  spectrum.  For 
the  information  of  those  who  are  not  thoroughly  familiar  with  the 
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subject,  it  may  be  added  that  the  slit  widths  were  obtained  by 
noting  the  wave  lengths  for  any  two  spectrometer  settings  which 
are  lo  minutes  apart.  The  difference  in  wave  lengths  of  these  two 
settings  is  the  dit  width  (in  wave  lengths)  at  the  mid-point  of 
these  two  spectrometer  circle  readings. 

The  flint-glass  prism  and  the  31  cm  focal-length  lens  produced 
a  dispersion  which  is  about  four  times  that  of  the  quartz  outfit  in 
spectrorediometer  No.  i ,  the  actual  length  of  the  spectrum  being 
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about  14  mm  between  the  red  and  the  blue- violet  helium  tines 
(X— 0.667/ii  to  X-«o.447/i).  However,  the  wide  aperture  of  the 
lenses  (and  prism)  produced  sufficient  intensity  so  that  it  was 
possible  to  extend  the  observations  into  the  violet,  where  the 
absorption  of  the  prism  becomes  apparent,  as  shown  in  Fig.  3. 
Throughout  the  spectrum  the  data  obtained  with  this  apparatus 
are  in  excellent  agreement  with  those  obtained  with  tlie  two 
preceding  spectroradiometers.  The  slits  used  were,  respectively, 
4  and  12  mm  in  height,  as  already  mentioned,  and  the  energy 
curves  of  the  acetylene  flame  were  found  in  coincidence  through- 
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out  the  whole  region  to  X=o.75/a  when  they  were  m  coincidence 
to  I  part  in  180. 

In  view  of  the  difficulties  experienced  in  radiometric  work  it 
may  be  added  that  such  investigations  are  best  made  in  the  sum- 
mer (between  May  and  September) ,  when  there  is  only  a  small 
diflference  of  temperature  within  and  without  the  laboratory. 
In  this  manner  one  can  make  galvanometer  readings  to  o.i  mm 
in  July  that  can  not  be  read  closer  than  0.3  to  0.5  mm  in  mid- 
winter. 

in.  DISCUSSION  OF  DATA 

The  observations  on  the  energy  distribution  of  a  cylindrical 
acetylene  flame  made  with  three  different  types  of  spectroradi- 
ometers  are  shown  graphically  in  Fig.  3.  They  are  in  excellent 
agreement  throughout  the  spectrum.  The  data  read  from  the 
curve  drawn  through  these  observations  are  given  in  Table  2. 

As  mentioned  on  a  preceding  page,  the  present  data  supersede 
those  published  some  years  ago  in  view  of  the  greater  certainty 
in  the  reproducibility  of  conditions  which  obtain  in  a  cylindrical 
flame  as  compared  with  a  flat  flame,  to  which  the  previously 
oublished  data  apply,  when  that  flame  was  used  edgewise. 

TABLB2 
Spedsil  Bner^r  Biitribudon  of  an  Acelylaie  Flame 

\M»ta  oC  S  Mil  Ik  Cfttndikal  Umim;  (1)  quaftspctem  and  plaiio-cniftt  otuutx  Imhw;  (2) 
c;  (3)  Uglit  ffliit  cltM  yrinn,  aduonisttc  g]Mt  toaMs] 


X 

B(]iocmia) 

X 

ECnociMl) 

X 

BdM 

anal) 

350 
360 

3.1 
3.3 

480 
500 

17.0 
2L9 

625 
040 

75.7 
M.7 

Biaytip 

37$ 
380 
400 
420 

4.0 
4.4 
5.9 
7.7 

520 
525 

540 
550 

27.9 
29l5 
35.0 
38L9 

650 
660 
675 
680 

9tl 
97.4 
107.5 

uao 

425 

12 

560 

42.9 

700 

124w6 

125.8 

440 

lao 

575 

49.8 

730 

138L5 

140.7 

450 

11.4 

580 

52.2 

725 

141.9 

144.5 

460 

13.0 

600 

62.1 

740 

152.  P 

155.8 

475 

l&O 

620 

73.0 

750 

158.9 

163.7 

IV.  SUMMARY 

This  paper  gives  numerical  data  on  the  distribution  of  energy 
in  the  visible  spectrum  of  a  cylindrical  acetylene  flame  from  a 
certain  type  of  burner  and  operated  under  certain  conditions.  In 
the  region  of  the  spectrum  extending  from  the  yellow  to  the  violet 
the  spectral  energy  distribution  of  all  the  flames  examined  ap- 
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pears  to  be  the  same,  within  the  limits  of  observation.  On  the 
other  hand,  in  the  region  of  the  spectrum  extending  from  the 
red  toward  the  long  wave  lengths,  the  emissivity  is  greatly 
affected  by  variation  in  thickness  of  the  radiating  layer  of  incan- 
descent particles  in  the  flame.  Hence,  in  and  beyond  the  red 
part  of  the  spectrum  the  data  apply  only  to  cylindrica]  flames 
which  are  operated  under  specified  conditions. 

V.  ADDITIONAL  DATA 

Since  the  completion  of  the  measurements  just  described  an 
opportunity  was  presented  to  determine  the  distribution  of  energy 
in  the  visible  spectrum  of  the  *'Bray"  tip*  (X-foot capacity) 
used  by  Dr.  Nutting  in  his  researches  on  the  visibility  of  radi- 
ation.**  This  burner  gives  a  cylindrical  flame  which  is  about 
5  cm  high  and  slightly  greater  in  diameter  than  the  one  just 
described.  This  lamp  has  been  thoroughly  investigated"  as  a 
standard  of  light,  giving  a  high  intensity;  and  it  appears  to  be 
very  reliable  in  operation.*^  This  flame  may  be  more  useful  than 
the  one  just  described  in  view  of  its  larger  dimensions.  This 
permits  operating  it  tmder  various  pressures  without  seriously 
affecting  the  energy  distribution. 

The  light  from  1±ds  flame  is  emitted  through  an  opening  3  mm 
in  height.  For  certain  radiometric  work  it  would  be  better  to 
use  an  opening  4  to  5  mm  in  height. 

The  distribution  of  energy  in  the  visible  spectrum  was  deter- 
mined with  spectroradiometer  No.  3,  when  the  flame  was  oper^ed 
on  its  normsd  (90  mm)  water  pressure;  also  on  a  water  pressure 
of  73  mm.  The  two  energy  curves  coincided  within  the  Umits 
of  experimental  error,  showing  that,  although  the  candlepower 
had  changed,  the  color  had  not  changed  very  markedly.  There 
was  a  slight  indication  of  a  higher  emission  at  0.75  /i  (redder 
flame)  when  operated  on  a  pressure  of  73  mm;  but  it  amounted 
to  only  about  i  per  cent. 

The  distribution  of  energy  in  the  flame,  from  the  "Bray"  and 
the  "Crescent  Aero"  biuners.  is  the  same  throughout  the  visible 
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FURTHER  EXPERIMENTS  ON  THE  VOLATILIZATION 

OF  PLATINUM 


G.  IC  Burgess,  Physicist,  and  R.  G.  Waltenberg,  Assistant  Hiysidst 


The  experiments  here  described  are  an  extension  of  those  of 
Burgess  and 'Sale/  undertaken  at  the  suggestion  of  Dr.  W.  F. 
Hillebrand,  chairman  of  the  committee  on  quality  of  platinum 
utensils  of  the  American  Chemical  Society.  In  the  earlier  papers 
are  described  a  convenient  thermoelectric  method  of  testing 
platinum  pxuity  and  observations  on  loss  of  weight  of  crucibles 
subjected  to  heating  at  1200^  C  and  subsequent  acid  treatment, 
together  with  certain  magnetic  and  photomicrographic  observa- 
tions. 

The  present  investigation  consists  of  a  series  of  observations 
on  change  in  weight  of  several-  platinum  crucibles  of  various 
degrees  of  purity  when  subjected  to  heating  at  700*^,  1000®,  and 
1200®  C.  Determination  of  the  loss  of  iron  content  after  succes- 
sive heatings  and  of  other  materials  soluble  in  hydrochloric  acid 
have  also  been  made,  as  well  as  a  few  observations  by  treatment 
with  hydrofluoric  acid  to  detect  the  presence  of  silica,  which  may 
come  largely  if  not  entirely  from  the  marquardt  porcelain  portions 
of  the  furnace  described  in  previous  papers,  to  which  papers 
reference  should  also  be  made  for  the  details  of  apparatus  and 
methods. 

The  choice  of  heating  temperattu-es  of  700®,  1000®,  and  1200®  C 
proved  a  fortunate  one,  in  that  it  not  only  covers  the  temperature 
range  to  which  platinum  crucibles  are  ordinarily  subjected  in 
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The  observations  and  the  ntunerical  inferences  from  them  are 
recorded  in  Tables  i  and  2  for  the  seven  crucibles  of  this  investiga- 
tion, ranging  from  the  purest  thermoelement  and  **tiegel  platin" 
ware  of  Heraeus  to  crucibles  containing  up  to  2.7  per  cent  iridium 
and  8  per  cent  rhodium  and  with  divers  amounts  of  iron  and 
other  tmknown  soluble  materials  (including  probably  Pt  itself, 
which  in  presence  of  Fe  is  slightly  soluble  in  HCl)  also  as 
impurity.  Five  of  these  crucibles — all  except  I  and  II,  which  are 
practically  new — had  been  used  in  the  previous  investigation  at 
1200®  C. 

The  crucibles  which  had  been  previously*  heated  at  1200®  C 
were  heated  at  1000*^  C  and  then  at  700*^  C;  the  others  were  heated 
in  the  reverse  order:  700®,  1000*^,  and  1200®  C.  When  crucibles 
have  been  prepared  for  use  by  strong  ignition  and  treatment  with 
acid  there  is  apparently  no  difference  in  the  loss  in  weight  due  to 
reversing  the  order  of  heating.  This  would  be  expected  from 
the  previous  work  at  this  Biu-eau.  The  experimental  operations 
were,  in  brief,  as  follows: 

Before  heating,  each  crucible  was  cleaned  and  weighed.  The 
furnace  was  brought  to  the  temperatiu-e  desired,  then  the  crucible 
was  placed  in  it  and  allowed  to  remain  for  foiu-  hours.  (In*  the 
work  of  Biu-gess  and  Sale  at  1200®  C  the  crucibles  were  heated 
for  two-hom-  periods.)  The  crucibles  were  then  taken  out  of  the 
furnace,  cooled  in  a  desiccator,  and  weighed.  A  treatment  for 
five  minutes  with  boiling  hydrochloric  acid  (i  acid  to  4  water) 
followed.  They  were  again  weighed  after  washing  followed  by 
a  slight  ignition  over  a  Btmsen  burner.  The  iron  in  the  hydro- 
chloric acid  solution  was  weighed  as  ferric  oxide  after  precipitating 
with  ammonium  hydroxide;  slight  discrepancies  appear  in  some 
of  the  results  due  to  the  ash  tmcertainty  on  ignition  of  the  filter 
paper.  The  crucibles  were  usually  heated  three  times  at  each 
temperature  with  similar  treatment  after  each  heating. 

Table  i  shows  the  results  of  each  treatment  in  milligrams  per 
100  cm^  of  platinum  surface.  Crucibles  6  and  n  are  alloys  con- 
taining about  0.19  and  7.95  per  cent  rhodium,  respectively;  the 
others  contain  iridium;  n  was  made  up  specially  and  6  is  presumed 
from  its  behavior  to  contain  rhodium. 

For  several  crucibles  the  first  treatment  results  in  a  loss  appre- 
ciably greater  than  the  succeeding  ones.  This  illustrates  the 
necessity  of  proper  preparation  of  the  crucibles  before  using  for 
accurate  determinations. 
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Table  2  gives  a  summary  of  the  results.  The  change  in  weight 
on  heating  at  700^  C  was  very  small,  and  in  most  cases  was  an 
increase  (0.005  to  0.028  mg/ioo  cm'/hour),  but  the  loss  with  add 
treatment  was  greater  than  the  gain  on  heating  in  all  but  one  case. 
The  8  per  cent  rhodium  alloy,  crucible  n,  gained  a  little  more 
weight  on  heating  than  it  lost  with  add.  This  is  due  possibly  to 
a  small  amount  of  silica  deposited  on  the  crudble  from  the  furnace 
tube.  On  treating  these  crudbles  with  strong  hydrofluoric  add, 
after  the  hydrochloric  acid  treatment,  there  was  a  loss,  which  for* 
crucible  n  amounted  to  o.  24  mg/ 1 00  cm^.  There  was  no  additional 
loss  on  repeating  the  treatment  with  hydrofluoric  acid. 
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The  curves  showing  the  relation  between  loss  at  1200®  C  and  the 
emf  against  pure  platinum  at  iioo®  C,  including  observations  of 
Btu-gess  and  Sale,  are  reproduced  in  Pig.  i  and  similar  diagrams 
could  be  constructed  for  700*^  and  1000®  C.  The  loss  on  heating 
plus  the  loss  with  acid  treatment  is  termed  "  total  loss/*  and  it  is 
also  shown  in  the  plot  for  several  crucibles.  It  is  evident  that 
crucibles  containing  iron  lose  less  on  heating  than  those  which 
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Flo.  I. — Heating  losses  for  crucibles  containing  Ir  or  Rh  in  terms  of  emf  against  pure  Pt 

contain  no  iron,  but  their  loss  after  the  acid  treatment  is  corre- 
spondingly greater.  On  some  crucibles  a  surface  film  of  iron 
oxide  may  be  detected  after  heating,  and  the  decreased  loss  on 
heating  and  increased  loss  with  acid  treatment  is  probably  due 
to  this  iron  oxide,  as  previously  explained. 
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The  relation  between  temperature  and  loss  on  heating  for 
several  crucibles  is  shown  in  Fig.  2.  These  curves  are  typical  of 
certain  classes  of  laboratory  ware,  i.  e.,  pure  platiniun,  platinum 
containing  rhodium,  and  platinum  containing  iridium. 

The  loss  in  weight  of  platinum  laboratory  ware  is  here  shown 
to  be  negligible  below  900®  C,  but  for  all  crucibles  tested  the  loss 
at  1000®  C  is  appreciable  and  rapidly  increases  with  temperature. 
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Flo.  2. — Loss  of  weight,  on  heating  crucibles  containing  rhodium  or  iridium^  in  terms  of 

temperature 

The  presence  of  rhodium,  iridium,  and  iron  in  platinum  pro- 
duces similar  results  on  heating  at  lOoo  and  at  1 200*^  C.  Rhodiiun 
decreases  and  iridium  increases  the  lo^  of  weight.  Iron  is  objec- 
tionable because  of  the  surface  film  of  oxide  which  forms  on 
heating  the  platinum  containing  it. 

It  is  possible  to  predict  the  loss  in  weight  of  an  iridiiun  or 
rhodium  alloy  crucible  on  heating  below  1200^  C,  provided  the 
ware  contains  little  iron. 
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In  Table  3  are  given  the  approximate  changes  in  weight  to  be 
expected  in  mg/ioo  cm^  of  surface  and  per  hour  of  heating  of 
platinum  nearly  free  from  iron.  The  presence  of  iron  in  appre- 
ciable quantities  renders  the  prediction  tmcertain,  but  it  always 
acts  in  the  direction  of  lowering  the  volatilization  loss;  silica,  if 
taken  up  from  the  furnace,  will  also  tend  to  lower  the  results 

slightly. 

TABLE  3 

Approximate  Loss  in  Wei^t,  mg/100  cm'/hour,  at  Temperatures  Indicated  for  Platinum 

Nearly  Free  from  Iron 


-  Piatlntiiii  ffwitiilii^iig — 

PurePt 

Iper 
centlr 

2.5  per 
centlr 

c^'lh 

900*Corlflti! 

0 

0.06 

.81 

0 
0.30 
1.2 

0 
0.57 
2.5 

0 

1000*C 

0.07 

1200*^0 

.54 

Other  metals,  such  as  osmium,  alloyed  with  platinum,  may 
further  decrease  the  loss  on  heating,  and  it  is  hoped  to  try  some 
of  them  in  the  near  future. 

It  was  hoped  to  be  possible,  in  this  investigation,  to  carry  out 
experiments  with  platinum  crucibles  alloyed  with  small  quantities 
of  osmium,  but  this  was  fotmd  to  be  impossible  on  accoimt  of  the 
condition  of  the  platinum  market. 

Experiments  by  other  observers  have  recently  been  made  which 
contribute  data  to  this  problem  of  the  loss  or  gain  in  weight  of 
heated  platinum  ware.  Thus  Vinal  and  Bovard '  find  on  heating 
to  about  600®  C  platinum  voltameter  dishes  of  38  and  80  g. 
weight,  freed  from  silver  **  very  little  change  if  any  in  the  weight 
of  the  empty  cups  due  to  heating  them  to  redness. " 

Sosman  and  Hostetter',  investigating  the  reduction  of  iron 
oxides  by'platinum  show,  as  would  be  expected  from  a  considera- 
tion of  the  phase  relations,  that  **if  the  existing  pressure  of  oxy- 
gen is  less  than  this  equilibrium  pressure,  the  oxide  will  disso- 
ciate and  metallic  iron  will  be  absorbed  by  the  platinum.  If  the 
pressure  of  oxygen  be  greater,  on  the  other  hand,  iron  from  the 
platinum  solution  will  be  oxidized,  the  oxide  will  separate  on  the 
surface  of  the  metal,  and  the  concentration  of  the  iron  in  the 
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SUMMARY  AND  CONCLUSIONS 

In  addition  to  the  conclusions  from  the  previous  work  of  Bur- 
gess and  Sale  (loc.  cit.),  there  may  be  noted  the  following: 

1.  Platinum  ware  in  the  form  of  crucibles  of  whatever  degree 
of  purity  behaves,  with  respect  to  gain  or  loss  of  weight,  on  heat- 
ing in  air  at  ordinary  atmospheric  pressure  in  a  manner  charac- 
teristic only  of  the  temperature  of  heating. 

2.  Each  impurity  as  iridium,  rhodium,  or  iron  appears  to  exert 
its  effect  on  the  volatilization  of  platinum  independently. 

3.  For  platinum  crucibles  of  all  degrees  of  purity  containing 
Ir,  Rh,  Fe,  Si  (up  to  a  content  of  at  least  3.0  per  cent  Ir)  the  loss 
on  heating  is  negligible  below  about  900°  C. 

4.  Below  this  temperature  there  may  even  be  a  slight  gain  in 
weight  on  heating  platinum,  owing  to  the  iron  content  diffusing  to 
the  surface  and  oxidizing.  At  higher  temperatures  the  presence 
of  iron  will  lower  the  volatilization  loss  by  amotmts  depending  on 
the  quantity  of  iron  present.  There  appears  to  be  no  platinum 
made  which  does  not  contain  some  iron. 

5.  The  volatilization  of  platinum  containing  rhodium  is  less 
than  that  of  pure  platinum  at  all  temperatures  above  900®  C. 

6.  The  volatilization  of  platinum  containing  iridium  is,  above 
900®  C,  very  much  greater  than  that  of  pure  platintun,  and  in- 
creases with  the  Ir  content  and  with  temperature. 

7.  It  appears  to  make  no  material  difference  in  the  volatilization 
results,  in  the  range  700®  to  1200°  C,  what  is  the  order  of  heating, 
ascending  or  descending  temperatures. 

8.  In  an  oxidizing  atmosphere  at  temperatiu-es  of  the  order  of 
1000*^  C.  platinum,  in  the  presence  of,  but  not  in  contact  with 
silica,  will  apparently  take  up  small  quantities  of  this  substance. 

9.  The  loss  in  crucible  weight  due  to  the  solution  of  soluble  mat- 
ter in  HCl,  after  heating,  is  variable,  depending  on  the  crucible, 
and  may  be  large.  This  loss  is  relatively  greater  at  low  than  at 
high  temperatures. 

ID.  All  of  the  above  losses,  caused  by  heating,  acid  treatment, 
and  iron  diffusion,  apparently  continue  with  tmdiminished  mag- 
nitude after  the  first  treatment,  which  is  usually  erratic ;  although, 
eventually  of  course,  the  concentration  of  iron,  etc.,  must  become 
appreciably  diminished, 

Washington,  April  13,  19 16. 
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I.  INTRODUCTION 

Potentiometer  and  bridge  methods  are  coming  more  and  more 
into  use  in  precise  altemating-ctirrent  measurements,  and  have 
created  a  demand  for  resistances  and  mutual  inductances  of 
known  phase  angle.  This  is  particularly  true  of  the  present 
precise  methods  of  testing  instrument  transformers.* 

The  residual  inductance  of  resistance  coils  has  been  pretty 
thoroughly  studied '  in  the  range  from  i  ohm  to  10  000  ohms, 
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but  comparatively  little  work  has  been  done  above  and  below 
this  range. 

The  object  of  the  work  described  below  was  to  study  the  range 
below  I  ohm.  In  this  range  standard  resistances  are  almost 
invariably  of  the  four-terminal  type,  and  therefore  require 
methods  of  measurement  quite  distinct  from  those  applicable  to 
the  higher  resistances.  It  was  soon  evident  that  the  methods 
of  comparing  the  time  constants  of  two  foiu--terminal  resistances 
were  much  simpler  and  more  acciu-ate  than  the  determination  of 
the  absolute  value  of  any  one.  The  work,  therefore,  natiu^y 
divides  itself  into  two  parts — ^first,  the  development  of  a  method 
of  comparison,  and,  second,  a  study  of  the  various  methods  for 
the  absolute  measiu-ement  or  computation  of  the  inductance. 
The  latter  work  has  resulted  in  the  establishment  at  the  Btueau 
of  Standards  of  a  series  of  low  resistances  whose  time  constants 
are  known  to  o.i  or  0.2  microsecond. 

Some  of  the  methods  used  involved  the  use  of  mutual  induct- 
ances of  heavy-cturent  capacity,  and  considerable  time  was  spent 
in  a  study  of  the  phase  relations  in  such  apparatus. 

n.  HISTORICAL 

In  1906  E.  and  W.  H.  Wilson  *  published  an  account  of  some 
measiu-ements  on  the  inductance  of  shimts  using  an  electrometer 
method.  Since  then,  however,  the  subject  has  been  confined  to 
the  standardizing  laboratories  where  the  need  of  precise  values 
was  first  felt.  At  the  National  Physical  Laboratory  in  1909 
Paterson  and  Rayner  ^  constructed  a  series  of  shimts  for  use  with 
alternating  ciurents.  Using  manganin  tubes  cooled  by  a  vigorous 
circulation  of  water  they  were  able  to  obtain  2.5  volts  drop  in 
shimts  as  low  as  o.ooi  ohm.  They  kept  the  time  constant  of 
their  shunts  small  by  the  device  suggested  by  Campbell  *  of  using 
^s  potential  lead  a  thin  copper  sheath  jiist  outside  the  working 
material.  They  computed  the  inductance  directly  from  formulae 
given  by  Russell  •  and  did  not  attempt  a  direct  measurement. 

A  few  months  later  Orlich  ^  published  a  description  of  the 
standards  in  use  at  the  Reichsanstalt.    These  are  of  the  flat- 
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ards  two  wire  rectangles  having  inductances  of  about  2  micro- 
henrys  each.  The  measurements  on  the  shunts  of  lower  resist- 
ance were  made  by  stepping  down  through  the  series. 

At  the  Bureau  of  Standards  Agnew  and  Fitch  •  used  a  d)ncia- 
mometer  method  analogous  electromagnetically  to  the  electro- 
static method  of  Orlich  and  Wilson.  They  compared  their  work- 
ing shunts  with  two  standards,  the  inductance  of  which  could  be 
computed  from  the  dimensions. 

Sharp  and  Crawford  •  in  1910  published  a  description  of  a 
series  of  noninductive  shimts  constructed  along  the  lines  suggested 
by  Drysdale.  They  were  calibrated  by  stepping  down  from  o.i 
ohm  resistances  which  were  assumed  noninductive.  The  relative 
measiu-ements  were  made  by  a  Thomson  double  bridge,  using  a 
dynamometer  excited  in  quadratiu-e  with  the  ciurent  in  the 
resistance,  as  a  detector. 

m.  DEFINITIONS 

Standard  resistances  of  less  than  i  ohm  are  usually  constructed 
with  foiu-  terminals,  to  which  leads  may  be  attached.  Two  of 
these  (the  current  terminals)  are  of  comparatively  massive  con- 
struction and  are  intended  to  carry  the  ciurent  to  be  measiu-ed, 
while  the  other  pair  (the  potential  terminals)  are  smaller  and  are 
intended  to  l?e  connected  to  some  apparatus  for  measuring  differ- 
ence of  potential.  This  form  of  construction  is  used  for  direct- 
current  meastuements  because  the  value  of  the  resistance  is  thereby 
made  more  independent  of  the  manner  in  which  the  current  leads 
are  attached  and  because  contact  resistance  is  eliminated."  For 
alternating-current  work  this  construction  has  the  further  advan- 
tage that  the  inductance  of  the  apparatus  which  would  otherwise 
be  extremely  variable  is  thereby  made  much  more  definite. 

The  various  factors  affecting  the  inductance  of  a  four-terminal 
resistance  standard  (or  as  we  shall  for  brevity  call  it  *'shimt") 
may  be  seen  from  a  consideration  of  Fig.  i .  If  a  sinusoidal  alter- 
nating current  /  be  passed  through  a  piece  of  resistance  material 
as  a  6,  th^e  will  be  a  certain  voltage  between  points  a  and  6. 
This  voltage  will  not.  in  eeneral,  be  in  phase  with  the  ciurent, 
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be  taken  as  a  definition  of  the  resistance,  and  the  ratio  of  the 
qnadratttfe  component  of  voltage  to  the  current,  as  the  reactance 
of  the  piece  a  b.  The  inductance  is,  of  course,  the  reactance 
divided  hy  2  w  times  the  frequency.  This  inductance  may  be 
denoted  by  Lab- 

Now,  in  order  that  the  current  may  flow  through  a  b,  the  shunt 
must  form  part  of  a  closed  circuit  containing  a  source  of  power, 
and  the  rest  of  the  circuit  will  have  a  certain  inductive  effect  on 
the  voltage  between  a  and  b.  Denoting-  the  mutual  inductance 
between  the  rest  of  the  circuit  and  the  part  a  b  by  Mac,  ab  we  see 
that  the  resultant  quadrature  voltage  between  a  and  b  will  not  be 


r-0-i 


((tj 


Ibi 


Fio.  I 


Iw  Lab,  but  lia  (Lab±Afao,  ab).    The  quantity  (Lab±Afac,  ab)  may 
be  called  the  "  inductance  of  a  6  with  return  at  a  c,"  and  denoted 

by  Lab,  ao* 

Furthermore,  in  order  that  the  voltage  between  a  and  b  may  be 
measured,  a  second  closed  circuit  must  be  formed  as  abd  con- 
taining some  arrangement  for  measuring  voltage  as  V.  Now 
there  may  be  mutual  inductance  between  the  potential  leads, 
such  as  6  d,  and  the  various  parts  of  the  current  circuit.     Let  us 
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This  quantity  depends,  in  general,  on  the  entire  measuring 
circuit.  It  is  desirable  in  practice  to  be  able  to  consider  the 
behavior  of  the  shunt  itself  as  distinct  from  the  rest  of  the  circuit. 
If  the  circuits  are  arranged  as  in  Fig.  2  (a),  we  see  that  the  two 
main  circuits  acekfb,  and  abdhvg  may  each  be  split  up  into  two 
circuits  each  of  which  is  nearly  closed.  The  circuits  /  and  IV  are 
external  to  the  shunt  and  any  mutual  inductance  between  /  and 
///  or  //  and  IV  may  be  made  very  small  by  proper  arrangement 
of  the  apparatus  and,  in  any  event,  may  be  classed  as  due  to 
*'  stray  fields  '*  and  not  as  part  of  the  behavior  of  the  shunt. 
This  is  also  the  case  with  the  direct  eflFect  of  IV  upon  /. 


[2] 


$ 


m 


'It 


m 


J 


© 


(a)  (b) 

Fio.  a 

The  points  gh  and  ef,  where  the  division  into  internal  and 
external  circuits  occiu^,  are  the  terminals  of  the  apparatus.  We 
therefore  get  as  the  expression  for  the  inductance  of  the  shunt,  the 
ratio  of  the  quadrature  component  of  the  voltage  between  g  and  h 
to  w  times  the  current  flowing  between  e  and  /.  This  is  the 
same  as 

L  =  Lab±Mac,  »b±Mab,  bd±Mao,  bd  (l) 

where  the  M's  must  now  be  considered  as  including  only  the 
mutual  effects  of  circuits  inside  the  terminals.  In  case  the  mem- 
bers of  each  pair  of  terminals  are  not  close  together,  the  position 
of  the  leads  attached  to  them  must  be  specified  or  the  inductance 
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will  be  indefinite.  It  is,  of  course,  desirable  to  have  the  potential 
terminals  as  far  away  as  possible  from  the  current  terminals,  as 
the  liability  to  error  from  stray  fields  is  thus  reduced. 

It  is  useful  in  this  connection  to  note  that  shunts  may  be  divided 
into  two  main  classes.  In  type  I  the  working  material  itself  is 
formed  into  a  closed  circuit.  With  this  construction  the  current 
leads  and  the  potential  leads  may  be  kept  close  together,  and,  if 
so,  all  the  Af' s  of  equation  (i)  vanish  and  the  inductance  becomes 
that  of  a  closed  circuit  and  is,  therefore,  always  positive.  In 
type  II  the  working  material  does  not  form  a  closed  circuit  and 
the  inductance  may  be  either  positive  or  negative. 

Instead  of  approaching  the  problem  piecemeal,  as  was  done 
above,  we  may  consider  two  circuits  //  and  ///,  as  shown  in  Fig.  2 
(6).  The  quadrature  component  of  the  voltage  measured  by  V 
is  /  wMn,m,  where  /  is  the  current  flowing  in  circuit //and  Mn,m  is 
the  mutual  inductance  of  the  two  circuits.  This  quantity  M n,  ni 
may  be  split  up  into  its  parts  as  follows: 

Mn,  m  =  Mab^'b'  ±  A/ab,b'd  ±  A/ac^'  ±  MacVd 

If  we  now  imagine  the  portion  a'b'  to  approach  ab  and  finally 
coincide  with  it,  we  see  that  Mab,b'd'  approaches  Mab,b<i  and 
similarly  for  the  other  terms.  Also  Mab^'b*  approaches  Z^b  since 
they  are  each  defined  as  the  ratio  of  the  same  voltage  to  the 
same  cturent  (divided,  of  coiurse,  by  w).  The  mutual  inductance 
of  the  two  circuits  thus  becomes  identical  with  that  given  by 
equation  (i). 

Looking  at  the  inductance  of  a  shunt  from  this  point  of  view  we 
note  the  close  analogy  between  fom"-temiinal  resistances  and 
mutual  inductances,  and  in  what  follows  we  shall  use  the  term 
**  fom"-temiinal  impedance  '*  to  cover  both  classes  of  apparatus. 
As  we  have  seen,  the  voltage  from  the  potential  terminals  of  a 
shtmt  is  not,  in  general,  in  exact  phase  with  the  current,  and  we 
shall  see  later  that,  owing  to  eddy  currents  and  capacity  effects, 
the  secondary  voltage  of  a  mutual  inductance  is  not  always  in 
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These  definitions  may  be  summarized  in  mathematical  form  by 
considering  a  current 

i=/nisinw/  (2) 

to  flow  through  the  current  terminak  of  a  "  f om"-terminal  imped- 
ance." The  voltage  between  the  potential  terminals  may  then  be 
expressed  by  the  equation 

e^ El  sin  (d  -\-E^  cos  «/  (3) 

In  the  case  of  a  shunt,  we  have  the  following  definitions 


resistance 

"-It 

(4) 

inductance 

aim 

(5) 

phase  angle 

zij                re 

(6) 

time  constant 

_,    L     tan  tf 

(7) 

In  the  case  of  a  mutual  inductance,  the  corresponding  defini- 
tions are 

mutual  inductance  M  =  — p  (8) 

"resistance"  i?  =  ^  (9) 

and,  since  it  is  more  convenient  to  handle  small  angles  than 
angles  near  90^,  we  will  take  as  the 

E  R 

phase  defect  t  =»  tan"*  pr  =»  tan"*— r^  (10) 

^     .  ^    tan  r      R  .    v 

time  constant  T== ^r^  (,11) 

0)         ccrm 
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IV.  RELATIVE  METHODS 
1.  CURRENT-TRANSFORMER  METHOD 


[Vcl,i3 


Measurements  on  the  inductances  of  shunts  may  be  divided  into 
two  classes :  First,  relative  measurements  in  which  the  difference  in 
time  constant  of  two  shunts  is  determined  in  terms  of  known 
quantities;  and,  second,  absolute  measurements  in  which  the  time 
constant  of  a  single  shunt  is  completely  determined. 


tJ^J^^^^nm 


Amwinmtt'r 


Fig.  3. — Connections  for  current  transformer  method  for  comparing  the  time  constants  of 

two  shunts 
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** current-transformer  method."  It  is  a  substitution  method  and 
is  a  highly  specialized  form  of  a-c  potentiometer.  The  connections 
are  shown  in  Fig.  3.  A  suitable  large  current  /j  flows  in  series 
through  the  two  shunts  to  be  compared  /?« and  i?x  and  through  the 
primary  of  a  current  transformer.  The  secondary  of  this  trans- 
former furnishes  a  current  1 2  which  supplies  the  **  potentiometer 
circuit.  * '  The  voltage  drop  in  one  of  the  shunts  is  balanced  against 
the  drop  in  a  variable  resistance  i?,,  and  any  necessary  quadrature 
component  is  supplied  by  the  small  variable  mutual  inductance  m. 
The  condition  of  balance  is  indicated  by  a  sensitive  vibration 
galvanometer.  It  is  evident  from  the  vector  diagram  Fig.  (4) 
that 

/i.  +  »8  =  ^+#,  (12) 

and  that 

M=tan-^  (13) 


U^U^M 


9 

Fig.  4. — Vector  diagram  of  current  transformer  method 

where  m  is  the  apparent  phase  angle  of  the  transformer,  ip  the  true 
phase  angle  of  the  transformer,  and  ds  and  $2  the  phase  angles  of 
the  resistances  Rb  and  i?„  respectively.  The  subscript  s  is  used 
here  and  in  what  follows  to  indicate  the  values  observed  when 
the  standard  shimt  /?.  is  connected,  while  the  subscript  x  is 
applied  to  values  observed  when  the  unknown  shunt  R^  is  used. 
If  the  balance  is  repeated,  using  i?x  we  have 

hence  eliminating  <p 

flx-*8  =  M8-Mx+»a'-«3  (14) 

or 

T.-T.=^;-g  +  T/-T,  approx.         (15^ 
It  mav  be  noted  that  if  the  time  constants  of  R^  and  Rt  are 
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When  the  shunts  /?« and  i?x  are  not  of  equal  resistance  the  second 
balance  may  be  obtained  in  either  of  two  ways.  First,  by  simply 
increasing  i?„  and,  second,  by  changing  the  primary  connections 
of  the  transformer  from  parallel  to  series.  By  making  both  these 
changes,  shimts  of  very  different  resistance  can  be  directly  com- 
pared. The  assimiption  made  in  the  second  method,  that  the 
phase  angle  of  a  well-designed  transformer  is  a  function  of  the 
secondary  circuit  conditions  only,  has  been  repeatedly  justified  by 
measm-ements  at  the  Bureau  of  Standards.  As  a  further  check, 
shtmts  E  and  H  having  0.005  and  0.0025  ohm,  respectively,  were 
compared  by  the  two  methods.  The  restdts  given  in  Table  i  show 
an  excellent  agreement.  ^Similar  measurements  at  700  cycles 
also  agreed,  showing  that  up  to  that  frequency  the  electrostatic 
capacity  between  the  windings  does  not  aflfect  tlie  accuracy  of  the 
method.  It  is  to  ,be  noted  that  by  changing  connections  both 
shimts  are  kept  at  approximately  their  full  current  capacity  and 
thus  there  is  no  loss  of  sensitivity  if  these  capacities  are  different. 

TABLE  1 

Agreement  in  Difference  of  Time  Constant  of  Shunts  H=>O.OQ25  Ohm  and  EaO.005 
Olun  Obtained  by  (a)  and  (b)  Changing  R3  and  (c)  Changing  Ratio  of  Transformer. 


Ratio 


(Th-T.)  . 


(•)a4:l 

(b)  12:1 

(c)  24:1-12:1.. 

Matn.. 


.Ohsni 
a  12 -Ol  060 

.060- .030 

.060 


9l89Xxo-« 

9l92 

9.93 


9.91 


A  special  transformer  was  built  for  these  measurements  with 
10  primary  coils.  Each  coil  consisted  of  four  parallel  circuits 
spaced  90®  apart  aroimd  the  core.  The  ratio  and  phase  angle 
observed  when  any  one  coil  was  used  as  primary  agreed  with  the 
values  observed  when  all  10  coils  were  used  in  parallel,  to  within 
I  part  in  12  000  in  ratio  and  within  0.3  minute  in  phase  angle, 
even  when  operating  at  a  secondary  current  of  only  i  ampere. 
The  variable  resistance  /?,  was  of  lo-ampere  capacity  and  could 
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Since  the  phase  angle  of  the  transformer  does  depend  upon  the 
frequency,  current,  and  secondary  resistance,  care  must  be  taken 
to  keep  these  constant  during  the  comparison.  A  compensating 
resistance  C  can  be  used  to  keep  the  total  secondary  resistance 
constant  when  /?,  is  varied. 

It  is  seen  by  equation  (15)  that  the  time  constants  of  R2  enter 
into  the  results.  This  is  not  serious,  however,  since  /?,  is  of  com-  . 
paratively  high  resistance  and  small  current  capacity.  The  time 
constant  of  the  apparatus  used  was  of  the  order  of  o.i  microsec- 
ond, so  that  the  change  in  this  from  one  setting  to  another  was 
very  slight.  The  value  of  this  inductance  was  computed  from 
the  dimensions  and  the  corrections  applied  when  necessary. 

The  time  constant  T,  of  this  secondary  resistance  may  be  com- 
pared with  that  Ti  of  the  primary  by  using  a  transformer  having 
a  I :  I  ratio.  Then,  if  the  apparent  phase  angles  /x,  and  /Xb  are 
observed,  using  first  the  usual  connection  and  then  one  in  which 
the  primary  and  secondary  resistances  are  interchanged,  we  get 

T,-r,=^'  (16) 

The  secondary  resistances  giving  0.05  and  o.io  ohm  were 
compared  with  primary  shunts  M  of  0.05  ohm  and  A 2  of  o.io 
ohm,  respectively,,  by  this  method.  These  measin-ements  gave 
Tm-T  06=0.82  •  IO-*  and  Ta2-To.io=2.26  •  iq-*  second.  These 
results  are  included  in  the  general  adjustment  of  finally  accepted 
values  given  below. 

The  sensitivity  of  the  method  is  simply  a  matter  of  the  current 
capacity  of  the  shunt  tmder  test  and  the  sensitivity  of  the  gal- 
vanometer available.  Since  i?,  is  small  and  the  secondary'  wind- 
ing of  m  can  be  made  of  low  resistance,  it  is  advisable  to  use  a  low 
resistance  galvanometer.  It  is  evident  that  under  these  drctun- 
stances  the  sensitivity  is  as  good  as  it  can  ever  be  in  any  f utiure 
normal  use  of  the  shimt  with  the  same  galvanometer.  The  gal- 
vanometer used  in  most  of  the  work  had  an  eflFective  resistance 
of  only  2  ohms  and  a  sensitivity  of  0.5  mm  per  microvolt  at  60  --  . 

The  most  troublesome  soin-ce  of  error  is,  of  course,  stray  fields. 
These,  however,  can  be  made  small  bv  keeoine  the  heaw  current 
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voltage,  say  loo  volts,  used  to  supply  the  power  to  the  primary 
of  the  step-down  transformer  can  send  sufficient  charging  cur- 
rent through  the  capacity  of  the  various  transformer  windings  to 
cause  serious  trouble.  This  can  be  avoided  by  (a)  grounding  the 
source  through  a  slide  wire  D  (see  Fig.  3)  and  adjusting  the  poten- 
tials tmtil  the  eiBfect  stops,  or  (6)  by  using  a  low  voltage  i  :  i 
transformer  and  grounding  the  primary  as  at  £.  A  sensitive 
test  for  this  effect  is  to  open  the  galvanometer  circuit  on  one  side 
as  at  a  and  then  ground  the  secondary  circuit,  say  at  c.  Any 
charging  current  will  then  flow  through  the  galvanometer  and 
produce  a  deflection.  The  other  soin-ce  of  charging  current  is  the 
primary  of  the  cinrent  transformer.  Cmrents  circulate  as  shown 
by  the  dotted  arrows.  Fig.  3,  and  in  part  flow  through  the 
galvanometer.  This  trouble  occins  only  when  small  ciurents  and 
consequently  high  impedances  are  used.  It  may  be  made  negli- 
gible by  keeping  the  side  ab  of  the  galvanometer  circuit  of  lower 
resistance  than  cd.  Since  the  time  constants  to  be  measured  are 
small  and  usually  needed  to  only  a  few  per  cent,  there  is  no  diffi- 
culty in  calibrating  m  to  a  sufficient  accuracy. 

From  changes  in  temperature,  etc.,  the  phase  angle  of  the  trans- 
former may  drift  slightly  during  the  measurements.  By  taking  a 
symmetrical  series  of  runs,  first  on  the  standard  and  then  the 
unknown  and  vice  versa,  this  drift  can  be  very  effectually 
eliminated. 

In  the  course  of  this  work  a  group  of  12  shtmts,  some  of 
which  had  several  pairs  of  potential  leads,  forming  the  equiva- 
lent of  19  shunts,  were  repeatedly  intercompared  by  this 
current-transformer  method,  making  altogether  some  60  differ- 
ence measurements.  The  19  time  constants  were  adjusted  by 
a  series  oi  weighted  averages  to  best  fit  the  60  differences.  A 
least-square  method,  while  theoretically  more  exact,  would  have 
been  extremely  laborious.  The  various  individual  differences 
were  found  to  agree  with  the  differences  computed  from  the  ad- 
justed values  with  an  average  deviation  of  0.05 -lo**  second. 
This  adjustment  gave,  of  coin-se,  only  relative  values  of  the  time 
constants,  one  shimt  being  arbitrarily  set  equal  to  zero.*  A  list  of 
the  shimts  with  their  dimensions,  etc.,  is  given  in  Table  2. 
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Though  commercial  current  transformers  are  built  only  with  a 
ratio  of  primary  to  secondary  currents  greater  than  unity,  the 
method  may  be  extended  to  shunts  of  less  than  5-ampere  capacity 
by  using  a  power  transformer  of  suitable  rating.  The  system  of 
differences  described  above  was  connected  with  a  i-ohm  standard, 
which  had  been  measured  by  Dr.  Curtis  of  the  Bureau  of  Standards 
by  two-terminal  methods,  by  such  an  arrangement.     Using  a  2 


Fig.  5. — Connections  for  mutual  inductance  method  for  comparing  the  phase  angles  of  two 

shunts 

kw  1 100:2200/1  lo-volt  transformer  as  a  step-up  current  trans- 
former this  I -ohm  was  compared  with  the  o.i-ohm  shunt  A,.    The 
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2.  MUTUAL-INDUCTANCE  M£THOD 

A  second  relative  method  was  tried  in  this  work.  It  is  also  of 
the  potentiometer  type,  but  involves  a  simultaneous  balance  on 
the  standard  and  imknown  shunts  instead  of  a  substitution  of  one 
for  the  other.  The  connections  are  shown  in  Fig.  5.  Here  Ri 
and  /?,  are  the  shimts  under  test  and  M ^  and  M ,  two  mutual 
inductances.  Phase  A  of  a  two- 
phase  generator  supplies  through 
two  transformers  Ti  and  T,  the 
currents  I^  and  /,  which  are  ap- 
proximately in  the  same  phase. 
The  other  phase,  B,  excites  the 
small  transformer  Tj  and  thus 
inserts  into  the  secondary  of  T, 
a  variable  out-of-phase  compo- 
nent and  permits  of  a  sensitive 
control  of  the  relative  phases  of 
Ii  and  /j.  The  magnitude  of  /^ 
is  regulated  by  the  resistance  R^. 

The  procedure  is  for  one  ob- 
server to  control  R,  and  R,  until  1^0.  6,-Connectiom  for  obtaining  a  very 
_,  ^     ^  \.,      •«  sntall  adjustable  resistance 

Gi  shows  a  balance  while  the  other 

observer  varies  R'  and  Mj  imtil  G,  is  balanced.  When  such  a 
simultaneous  balance  has  been  obtained  we  have,  neglecting  terms 
of  higher  order,  the  relations: 

Ml    ^ 
M^^R, 

L^^L, R^ 

R,    R, 

The  voltages  in  the  circuit  of  galvanometer  G^  are  determined 
by  the  permissible  voltage  on  the  shunts,  and  G^  should  have  as 
low  resistance  as  possible.  The  magnitudes  of  Mj  and  Af,, 
however,  are  arbitrary,  subject  to  equation  (17).  Hence,  this 
circuit  can  be  designed  to  give  higher  sensitivity  than  the  other  and 
therefore  will  introduce  no  observational  errors  in  the  result.    The 

rp«iRfQTir*#*  /?'  mii«f  Hp  vprv  QtnflU       TViP  pniiivalpnt  nf  a  v«»rv  SITIaI^ 
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where  P  is  the  ratio  of  the  current  transformer  T.  The  trans- 
former is  not  essential,  but  helps  reduce  i?'  and  also  insulates  the 
galvanometer  circuit  and  greatly  reduces  stray  charging  currents. 
The  effect  of  the  phase  angle  of  the  transformer  is  entirely 
negligible.  In  making  a  setting  care  should  be  taken  to  vary  /?, 
and  not  i?^.  Otherwise,  the  change  in  sensitivity  may  lead  to  an 
entirely  false  minimum. 

Stray  fields  and  charging  ciurents  must,  of  course,  be  guarded 
against  as  in  all  work  of  this  kind.  A  more  serious  source  of  error 
is  the  correction  (r^-r^  due  to  the  phase  defects  of  the  mutual 
inductances  used.  If  the  two  shunts  are  of  equal  resist;ance,  the 
inductances  may  be  interchanged  and  the  correction  thus  deter- 
mined. The  determination  of  this  correction  in  the  general  case 
will  be  discussed  more  fully  later. 

Four  difference  measurements  were  made  by  this  method  and 
the  results  are  given  in  Table  3,  together  with  the  values  computed 
from  observations  by  the  current-transformer  method.  It  is  seen 
that  this  mutual-inductance  method  is  not  as  precise  as  the  former, 
but  that  there  is  no  constant  discrepancy  greater  than  the  experi- 
mental error  of  the  latter.  The  lack  of  precision  is  probably  due 
to  the  continual  variations  in  resistance  of  the  two  heavy  current 
circuits  caused  by  self-heating,  drafts,  etc.  This  fluctuation  re- 
quires the  observers  to  be  constantly  alert  and  makes  the  simul- 
taneous balance  rather  difficult. 


TABLE  3 
Results  of  Relative  Metsurements  by  Muttud-Inductance  Method 


Shwwtf  compATod 


(Ti-T«) 
Motual  inductance 


(T,-T^) 
Current  trans- 


Difference 


R-S.. 
a-T,i 
O-L.. 
Ir-Tu. 


2.1 
12.1 
9.0 
3.8 


Mkroeecondi 

2.0j 
12.3s 
9.O1 
3.3t 


IVflcfPff  Willi 
+0.<fc 
-  .2i 
-.Oi 
+  .4i 


V.  ABSOLUTE  METHODS 

The  best  method  for  the  determination  of  the  inductance  of  a 
shtmt  is  by  comparison  with  some  four-terminal  standard  whose 
inductance  can  be  computed  from  the  dimensions.  This  method, 
which  is  the  only  one  hitherto  used,  is  open  to  the  objection 
that  in  the  computed  standard  the  current  distribution,  end 
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effects,  etc,,  may  not  be  such  as  are  assumed  in  the  mathematical 
theory.  In  the  work  described  below  each  type  of  standard  was 
carefully  studied  with  a  view  to  these  sources  of  error.  Also 
three  distinct  types  were  used  and  the  probability  of  the  same 
error  occurring  in  all  is  very  remote.  Nevertheless,  it  was  thought 
advisable  to  use  two  other  methods  recently  proposed,*'  in  which 
there  is  no  dependence  on  computation. 

1.  COMPUTATION 

There  are  many  forms  of  circuit,  the  inductance  of  which  can 
be  computed  from  the  shape  and  dimensions  of  the  conductors. 
For  the  purpose  of  this  investigation,  however,  where  it  was 

necessary  to  keep  the  ratio  ^  small,  the  available  forms  are  all  of 

the  type  of  two  parallel  straight  conductors,  long  in  comparison 
with  their  cross  section  and  spacing. 

Formulas  for  the  inductance  of  such  circuits  have  been  given 
by  Gray,**  Rosa,*^  Orlich,**  and  others.  For  shunts  of  type  I  in 
which  ihe  resistance  material  forms  a  nearly  closed  circuit,  these 
formulas  are  special  cases  of  the  general  expression 

L  =  2  /  (2  log  Z)„  -  log  D,,  -  log  D„)  (19) 

where  /?„  is  the  geometric  mean  distance  of  the  cross-sectional 
areas  of  the  conductors  from  each  other  and  D^^  and  D22  the 
g.  m.  d's  of  each  area  from  itself.  For  shunts  of  type  II  it  is  neces- 
sary to  either  build  up  the  inductance  piecemeal  as  indicated  by 
equation  (i)  or  to  regard  it  as  the  limit  of  the  mutual  inductance 
of  two  circuits  which  coincide  over  a  part  of  their  length. 

These  formulas  are  deduced  on  the  assumption  that  the  current  is 
uniformly  distributed  over  the  cross  section  of  the  conductor. 
That  this  limitation  is  not  as  serious  as  appears  at  first  sight  is 
shown  by  the  followng  reasoning:  The  emf  induced  by  the  mag- 
netic field  is  not  in  general  the  same  at  different  points  in  the 
cross  section  of  the  conductor  and  therefore  the  cmrent  density 
will  not  be  uniform  over  the  section.  The  resulting  cturent  dis- 
tribution may  be  looked  upon  as  made  up  of  a  system  of  eddy 
currents  superposed  on  a  uniform  distribution.  The  net  effect 
of  th^  resistanop  Hron  diip  to  these  currents  and  the  induced  emf 
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If  this  is  the  case  the  quadratiire  component  of  the  resultant 
potential  difference  per  unit  length  is 

eo  =  e  —  t'e  p  (20) 

where  e  is  the  induced  linear  emf ,  t^  the  eddy-current  density,  and 
p  the  resistivity.  Mtdtiplying  by  dS  and  integrating  over  the 
whole  cross  section  of  the  conductor 

feo  dS  =  fedS  -fpie  dS  (2 1) 

but  since  ie  is  merely  the  eddy-current  density  fudS  must  vanish 

.  ,    MS_  (22) 

This  area  average  of  induced  emf  is  what  is  given  by  the  geometric 
mean  distance  formulas  and  they  are  therefore  valid  even  if  the 
increase  in  resistance  due  to  skin  effect  is  appreciable  provided 
only  that  the  magnetic  effects  of  the  eddy  currents  are  negligible. 

It  is  sometimes  more  convenient  to  go  back  to  this  area  average 
of  emf  in  computing  inductances  tiian.  to  use  geometric  mean 
distances,  and  this  method  will  be  used  in  developing  the  formulas 
for  tubular  shunts  given  below. 

(a)  Parallel  Wire  Type. — For  the  case  of  parallel  wires  equa- 
tion (19)  becomes 

-     ^-4/(log-f+i)  (.3) 

rf  =  spacing  of  wires  center  to  center 
a  ==  radius  of  wire. 

This  formula  assumes  imiform  current  distribution  over  the  cross 
section,  but  there  is  little  liability  to  error  from  this  source  at 
commercial  frequencies.  Any  nonhomogeneity  due  to  the  process 
of  drawing  would  leave  the  resistivity  S3nmmetrical  about  the  axis 
and  affect  only  the  small  second  term. 

Shunt  **A'*  was  constructed  of  Kulmiz  alloy  wires  0.200  cm  in 
diameter  and  spaced  0.457  cm  center  to  center.  Pairs  of  poten- 
tial leads  were  attached  at  distances  of  3.52,  17.5,  and  35  cm 
from  the  closed  end.  Difference  measurements  were  made  by  the 
ciurent  transformer  method  and  showed  that  the  end  effects  were 
entirely  negligible.  Table  4  gives  in  the  second  colimm  the  values 
of  T  computed  from  the  dimensions  and  the  observed  resistance 
assuming  an  undetermined  inductance  AL  to  represent  the  end 
effect.  Comparing  the  differences  of  these  values  with  the 
observed  differences,  we  see  that  setting  AL  equal  to  zero  gives 
the  best  agreement. 
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PotlMUlS 

Time  constantf 
calculated 

Difference, 

Difference, 
obMived 

Ai 

Saicroaeooiios 
2.47+aOlAL 
2.44+  .02AL 
2.74+  .lOAL 

Mlcfoaeconda 
+0.03~a01AL 
-  .30-  .08AL 

Saicroseconoa 

A| 

+0.06 

A4 

-  .31 

(6)  Flat  Strip  Type. — In  the  case  of  parallel  rectangular  con- 
ductors the  exact  formula*'  obtained  from  equation  (19)  is  incon- 
venient, not  only  because  of  the  large  number  of  terms,  but  also 
because  the  result  appears  as  the  difference  of  large  terms,  which 
must,  therefore,  be  computed  with  great  accuracy.  By  expand- 
ing in  series,  however,  it  can  be  put  in  the  much  more  convenient 
form^<» 


+  j^iW  log  «  -  2i8*  log  /3  4-  7*  log  7-25*  log  d\\ 


(24) 


Here 


where 


2  b+g  ^    b+g         9  ,,     b 
w      ^      w  w        w 


w = width  of  strip 
6  =  thickness  of  metal 
gf= thickness  of  insulator 
/  =  length  of  circuit 

The  terms  neglected  in  this  formula  are  of  the  order  j8*.. 

In  case  the  strips  are  of  imequal  thickness  we  have  the  analo- 
gous expression  'i  ^ 

•  ^  ....,[^,..4)-„(^,i4.,i:) ^^^^ 

+  — jr(a*  log«-jc*  log  K  —  \*  log  X  +  7*  log  7~25'i7  log  8  j  I 

>'  Thevalue  of  Du  is  given  by  Rosa,  this  Bulletin  8,  p.  6  eq.  (g),  and  for  Ihi.  this  Bulletin  8,  p.  167  eq^ 
("4). 
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Here  L^  is  the  inductance  of  the  strip  having  thickness  b  with 
return  in  the  other  strip,  where 

h+c-\-g         g  t     b        c 
w  w        w    '    w 


,b±g^^^c+g 


where 


t^;— width  of  strips 

b  =thickness  of  strip  used 

c=»  thickness  of  return  conductor 

g = thickness  of  insulator 

/  =  length  of  circuit. 

An  interchanging  of  the  letters  6  and  iy  gives,  of  course,  the  induct- 
ance L^  of  the  other  strip.  The  inductance  of  the  complete 
circuit  is  then  the  sum  Lj  +L,. 

These  formulas  were  used  in  computing  the  corrections  for  the 
inductance  of  the  secondary  resistance  R^  mentioned  on  page  385 
above. 

A  standard  shunt  E  was  constructed  of  sheet  manganin  0.106 
cm  thick,  4.99  cm  wide,  and  about  60  cm  long.  The  strips  were 
clamped  firmly  together  with  0.035  c^  of  paper  insulation  between. 
Pairs  of  potential  leads  were  attached  at  distances  7.2,  35.6,  and 
54.8  cms.  from  the  closed  end,  giving  resistances  of  o.ooi,  0.005,. 
and  0.008  ohm,  respectively. 

The  sources  of  error  to  be  guarded  against  in  a  shunt  of  this  type 
are  (i)  skin  effect,  (2)  nonimiform  current  distribution  due  to  lack 
of  homogeneity,  (3)  inductive  effects  in  the  potential  leads,  (4)  end 
effects.  These  points  will  be  considered  in  order.  Bethenod," 
Orlich,^  and  others  have  computed  the  effect  of  nonuniform  ciu*- 
rent  distribution  on  the  resistance  and  inductance  of  a  circuit  of 
this  shape  assuming  the  length  and  width  of  the  plates  both 
infinite.  The  latter  assumption  seems  a  little  startling,  but  since 
the  strips  are  close  together  the  magnetic  field  is  nearly  constant 
over  most  of  the  width.  The  nonuniform  distribution  edgeways 
is  confined  to  a  slight  excess  of  current  over  a  region  at  the  edge 
only  a  few  per  cent  of  the  width  of  the  plate.  Thes^  formulas  show 
that  for  the  frequencies  and  materials  used  the  skin  effect  is 
entirely  negligible. 
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current  leads  are  attached  and  nonhomogeneity  in  the  material 
itself.  If,  for  example,  the  cmrent  tended  to  flow  in  the  upper 
edge  of  one  sheet  and  the  lower  edge  of  the  other,  this  would 
seriously  alter  the  inductance.    The  theoretical  formula  for  the 
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/•   « X  «     Transverse     dUpUiceinent 

^     ^  Width         

Fig.  y.— Effect  of  transverse  displacement  on  inductance  of  flat  strip  shunt.    Curves  are 
computed,  crosses  are  observed  points 

change  in  linear  inductance  of  two  infinitely  thin  strips  of  width 
TV  and  spacing  d  when  displaced  transversely  a  distance  y  is 

^-4/[jr-^(r-/3')log(r  +  /3')-i8»log|8-2i3rtan-^|^       (26) 
^herer=^  and  /?  =  -;     This  effect  always  tends  to  increase  the 
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from  eq  (26)  and  the  crosses  (  +  )  are  the  observed  points.  They 
seem  to  indicate  that  the  true  zero,  where  the  cmrents  most  nearly 
neutralize,  is  slightly  to  the  right  of  the  mechanical  zero.  The 
diflference  is  very  slight,  however,  and  was  neglected.  Though 
this  agreement  of  the  theoretical  and  observed  values  is  of  course 
no  proof  that  the  ciurent  is  imiformly  distributed,  it  indicates 
that  such  is  probably  the  ca3e. 

The  end  effects  and  mutual  inductance  errors  were  handled  in 
the  same  manner  as  with  shtmt  A.  The  difference  measurements 
gave 

Tbi  — Tb3=o.i7  •  iQ-*  sec. 

Tbs  —  Tbj =0.04  •  ID"*  sec. 

The  first  difference  is  probably  due  to  mutual  inductance  between 
the  cturent  and  potential  leads.  Since  the  leads  £,  were  seven 
times  as  far  from  the  cmrent  leads  as  E^y  any  such  effect  in  £, 
would  be  entirely  negligible.  The  second  difference  is  practically 
negligible  and  brings  out  the  fact  that  the  formulas  given  above 
hold  for  shunts  nearly  as  short  as  their  width,  provided  the  spacing 
is  close. 

To  determine  the  precision  required  in  measiuing  the  dimen- 
sions of  the  shunt,  equation  (24)  may  be  written  in  the  approxi- 
mate form 

L=4ir^(a-|6)  (27) 

where  the  over-all  dimension  a  and  the  thickness  of  metal  b  are  the 
dimensions  most  easily  measiu-ed.      By  differentiating  we  obtain 

(28) 


dL 

da 

I 

L 

a 

3 

b 
a 

dL 

L  " 

db 
b 

I 
4b 

I 

and 

(29) 


In  the  limiting  cases  of  6=0  and  6«- 

these  become 

dL      da  .    dL      da                              ,    v 

-j--— .1  and  ^-— -3                          (30) 

and 

dL          db  4  J    dL          db                           ,    . 

__=__._  and  -^--p2                       (31) 
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respectively.  The  percentage  error  in  L  is  therefore  at  worst  three 
times  the  percentage  error  in  the  measurement  of  a  and  twice  the 
percentage  error  in  6.  Since  these  may  be  conveniently  measured 
to  a  fraction  of  i  per  cent  with  micrometer  calipers,  they  are  not 
particularly  serious  sources  of  error. 

(c)  Tubular  Type. — ^The  third  type  of  shunt  which  can  be 
used  as  a  computable  standard  consists  of  a  pair  of  concentric 
tubes  one  or  both  of  which  are  of  resistance  material.  The 
potential  leads  may  be  arranged  in  a  number  of  different  ways 
yielding  correspondingly  different  values  of  the  four-terminal 
inductance.    The  formulae  for  the  various  cases  are  so  similar  in 


It-- 

or 
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V//////////^',777777. 
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Fig.  8. — Cross  section  of  Unbular  shunt 

appearance  and  the  self  and  mutual  inductive  effects  so  super- 
posed that  an  analysis  from  the  closed-circuit  point  of  view  is 
very  confusing.  The  following  discussion  will  separate  the 
various  soiu-ces  of  emf  and  obtain  any  particular  case  by  a  sum- 
mation of  the  proper  effects. 

Fig.  8  represents  a  longitudinal  section  of  imit  length  of  such  a 
pair  of  concentric  tubes.  Let  the  radii  be  Ci,  a,,  a,,  and  a^  from 
inside  outward, 
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If  a  current  /  flows  to  the  right  in  the  inner  tube  and  returns  in 
the  outer,  the  magnetic  flux  densities  Ho,  Ha,  etc.  (assuming 
It"!  and  the  tubes  infinitely  long)  in  the  regions  D,  A,  B,C,  B 
are,  respectively, 

Hd=o 


J2     2  (x'  -g,')] 


Hb=-/ 


Ho- 


2   (*'   -Ot') 


(33) 


Hb-o 

Where  *  is  the  distance  from  the  axis  to  the  point  considered. 
It  will  be  convenient  to  split  Ha  into  two  parts,  Hu,  due  to  the 
current  in  the  inner,  and  Hao,  due  to  the  outer  conductor.    Where 


Hai~-I 


Hao' 


2  C^^-O  . 


(34) 


Integrating  equations  (33)  over  their  respective  areas  gives  ns 
the  complete  flux  linking  a  conductolr  just  inside  each  area,  which 
we  may  denote  by  0AOa,  etc.,  i.  e.,  the  flux  in  A  due  to  current  in 
the  outer  conductor  and  linking  a  wire  at  a.    We  thus  obtain 


*.o.^j::;H.o..=[-x+,-^,iog^]7 

\  6     30     / 

*Bib=  r^HBid*=r2  log  jj/=(2«+«»+|«^ 


> 


(35) 

(36) 
(37) 


*c.o  =  Jjifarf.-[i-^,  log^]/=(+.  +  |-3^...)/   (38) 
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and  producing  an   average  voltage  as   defined   above.    These 
expressions  are  given  by 

^AOA^-T—r — 5\  I    ^2irxdx  I  *HAodx 
\     3       15       20     / 

L    Ci4^-'(h^     ^^s       J  \           6     30     y 

r  02^-3^1^             2a,^  Inrr  ^H/^/^^f       ^        ^        \ 


(40) 


(41) 


It  may  be  noted  that  0AOa=  —  0aia  as  should  be  the  case  since 
they  are  expressions  for  the  mutual  inductance  between  the  same 
pair  of  conductors.  In  each  of  these  equations  the  approximate 
expression  in  s,  t,  or  u  may  be  obtained  by  a  simple  series  expan- 
sion. Since  in  practice  the  tubes  used  are  always  thin  in  com- 
parison with  their  radii,  these  approximate  expressions  are  suffi- 
ciently acciu*ate  and  very  convenient. 

Considering  now  a  few  special  cases,  let  us  first  take  the  ordi- 
nary "concentric  main,"  as  in  Fig.  9a,  where  both  tubps  are  used 
as  resistance  material  and  the  potential  leads  are  in  the  same 
transverse  plane.  Adding  the  various  linkages  with  regard  to 
their  directions  we  get 

-La  =  |  ^C  4- 0BIb  +  0AI»  ~  0AOA  +  20AOa  Ij 

__  r       a,'+a,'         a^'+Oz^    ,       2  g,^  a,  .    v 

t2  2  2  "1 

-  t  +  2  u-h—  s+u^+—  ^  •  •  •    (approx.)  (42,) 

<5  <5  «)  J 


or  L-/ 
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This  fonntila  is  identical  with  that  deduced  by  Russell  and  others. 
This  form  of  shunt,  however,  is  not  well  adapted  for  use  as  a 
standard,  since  it  requires  two  soldered  joints  between  the  poten- 
tial terminals,  and  also  there  is  an  end  correction  which  must  be 
obtained  experimentally. 

A  better  arrangement  is  to  use  either  the  outer  or  inner  tube 
separately,  thus  forming  a  shunt  of  the  second  type.  In  the  latter 
case  the  potential  leads  may  be  brought  out  either  radialTy  through 


£ 


zztv// ////////// U^ 


ii7yijii7iiiiiij?jij 


1 


/jjiii^jjiji^j^mji 


^/i//i////i/i/i///// 


i 


(a) 


\jjij^iiij^mjjijij. 


(h) 


(C) 


U) 


Fig.  9. — Various  arrangements  of  potential  leads  in  tubular  shunts 

insulated  openings  in  the  outer  tube  as  in  9  (c)  or  axially  as  in 
9  (d) .    The  inductances  per  imit  length  in  the  three  cases  are 


Mo)*=j  <^0  +  0BIb  +  0AOa  +  0AIa  j-? 

=  (s+-  i  +  2  ^4--|  S^+U^'-'fl 

L(d)  =  I    <^C  4-  <l>Blh  +  <^AOa  +  <l>AIm.  —  (bcin  —  (bBIh  —  <^AIm  —  <6aO-    |-F 


(43) 
(44) 
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It  may  be  noted  that  both  Lb  and  L^  are  negative  and  smaller 
in  magnitude  than  L^  or  Lq.  Lq  is  also  of  interest  becatise, 
although  the  working  material  does  not  form  a  closed  circuit  and 
the  shunt  properly  belongs  in  the  second  type,  yet  there  is  no 
electromotive  force  induced  in  the  potential  leads. 

A  shunt  N  was  constructed  with  a  ''Benedict  nickel"  tube 
inside  a  brass  return  tube,  and  so  arranged  that  they  could  be 
shifted  transversely.  The  resistance  was  about  0.002  ohm.  Two 
sets  of  potential  leads  were  used.  *'No"  arranged  as  in  Fig.  9 
(c)  and  *'  Ni "  as  in  (d) .  The  inductances  of  the  two  arrangements 
were  45.1  X  lO"*  henry  and  — 1.5  X  lO"'  henry,  respectively. 

At  first  sight  it  would  appear  that  the  inductance  would  be 
a£Fected  by  any  eccentricity  of  the  tubes,  but  since  the  geometric 
mean  distance  of  a  point  inside  a  circular  annulus  is  independent 
of  the  position  of  the  point  it  is  evident  from  equation  (19)  that 
the  inductance  is  also  independent  of  eccentricity.  -  This  assumes 
that  the  ciurent  in  the  outer  tube  is  tmiformly  distributed  and 
that  the  tube  is  circular.  The  latter  requirement  is  readily  met 
by  commercial  tubing,  but  the  former  is  difficult  to  obtain. 

If  the  distribution  in  both  tubes  is  imiform  around  the  cir- 
ctmiference,  there  is  no  magnetic  flux  inside  the  inner  tube,  and 
therefore  an  exploring  coil  inserted  in  this  tube  forms  a  very 
sensitive  test  for  such  a  lack  of  imiformity.  Shunt  N  showed  a 
magnetic  field  at  the  center  equivalent  to  that  at  a  distance  of  i  cm. 
from  a  wire  carrying  3  per  cent  of  the  fidl  ciurent.  This  non- 
uniformity  could  not  be  eliminated  by  filing  the  ends  of  the  outer 
tube  and  was  probably  due  to  lack  of  homogeneity  in  the  brass. 
Since  the  inner  potential  leads  were  placed  at  the  axis  of  the  tube 
even  this  field  should  have  had  no  effect  on  the  inductance.  This 
was  corroborated  by  the  fact  that  an  extra  current  equal  to  10 
per  cent  of  the  main  current  flowing  in  an  auxiliary  wire  just 
outside  the  shtmt  produced  a  barely  detectible  effect. 

The  effect  of  eccentricity  was  also  investigated  with  this  shunt, 
but  a  displacement  as  great  as  1.5  mm  showed  no  change  in  the 
time  constant  of  Ni  greater  than  0.05  microsecond. 

Heaviside**  has  shown  that  the  rate  of  change  in  inductance  of  a 
concentric  main  with  frequency  is  very  small,  involving  only  terms 
of  the  third  order.  Shunt  T  was  also  constructed  in  this  shape, 
but  using  a  copper  tube  of  very  uniform  cross  section  as  the  return. 
The  lack  of  uniform  ciurent  distribution  was  found  to  be  only  one- 
third  as  serious  as  with  shunt  N  and  the  inductance  is  believed  to 
be  very  closely  equal  to  the  theoretical  value. 
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2.  QUARTBR-PHASB  METHOD 

Though  the  values  of  inductance  obtained  from  computable 
standards  were  believed  to  be  correct,  it  was  considered  advisable 
to  obtain  an  independent  check  if  possible.  Two  such  direct 
methods  of  measurement  had  been  suggested  by  Dr.  Wenner  and 

Mr.  Weibel  of  the  Bureau  of 
Standards  and  were  tried  out  in 
some  preliminary  measurements 
in  conjunction  with  the  author.^ 
The  first  of  these  methods 
gives  the  sum  of  the  time  con- 
stants of  the  two  shimts  to  be 
compared.  The  connections  are 
shown  in  Fig.  lo.  M^  and  M , 
are  mutual  inductances  whose 
primary  windings  have  the  same 
current  carrying  capacity  as  the 
shunts.  The  two  circuits  A  and 
B  are  excited  by  alternating 
currents  approximately  in  quad- 
rature, and  the  values  of  M  and 
R'  and  the  relative  phase  and 
magnitude  of  I^  and  /,  are  ad- 
justed until  a  simultaneous  bal- 
ance on  both  galvanometers  is  obtained.    We  then  have  neglect- 


Fio.  lo. — Connections  for  quarter-phase 
method  for  measuring  the  inductance  of 
shunts 


ing  small  terms  the  two  relations 


RjR,     RiRt,   J"^'^^'^ 


(46) 
(47) 


By  using  three  shtmts  and  measuring  the  three  stuns  of  the  time 
constants  the  resulting  independent  equations  may  be  solved  for 
the  time  constants  of  the  individual  resistances. 

This  method  differs  from  the  mutual-inductance  method, 
described  above,  in  the  fact  that  here  the  drop  in  a  resistance  is 
balanced  against  the  secondary  voltage  of  a  mutual  inductance, 
while  in  the  former  case  the  two  shunts  are  balanced  against  each 
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Both  methods  require  a  knowledge  of  the  phase  defects  **r"  of 
the  mutual  inductances  used.  The  values  obtained  in  the  pre- 
liminary work  referred  to  above  were  based  on  certain  values  of  r, 
which  further  investigation  has  shown  t6  be  incorrect.  The 
results  of  a  recomputation  of  the  quarter-phase  measurements 
using  the  new  values  of  r  are  given  in  Table  5.     The  four  time 

TABLE  5 
Smnniary  of  Quarter-Pbase  Method 


I 

Shunts 


n 

Obt.8UlIl 


m 

Weights 


IV 
Conip.  snin 


Obs. 


Tc  +Tk 
Tc  +Tr' 
Tc  +Ts'. 
Tr'+Tj. 
Ts'+Tk- 

Tb'+Ts' 


MlcroMc. 
22.8 
35.8 
32.4 
16.2 
12.4 
27.0 
26.2 


liCiCX066C. 

22.6 
36.1 
32.9 
16.3 
13.0 

26.5 


Mlcrosec. 

+0.2 

-  .3 

-  .5 

-  .1 

-  .6 
+  .5 

-  .3 


constants  which  best  fitted  the  observed  stuns  in  coliunn  II  were 
found  and  column  IV  computed  from  these  values.     The  results 
are  thus  seen  to  be  consistent  to  about  0.5  microsecond,  which  is , 
probably  better  than  could  be  normally  expected  without  careful 
attention  to  speed  control. 

The  shunts  S'  and  /?'  are  not  comparable  with  5  and  R  of  the 
later  work  since  they  were  modified  in  the  arrangement  of  poten- 
tial leads.  C  and  iC,  however,  are  the  same,  and  values  obtained 
by  this  quarter-phase  method  have  been  included  in  the  final 
adjustment  given  below. 

3.  CHANGE  OF  RBSISTANCE  METHOD 

'The  second  method  for  the  direct  measurement  of  inductance 
without  recourse  to  computation  is  based  upon  the  use  of  two 
shtmts  having  the  same  inductance  but  different  resistance.  A 
measiu-ement  of  the  difference  in  time  constant  of  two  such  shunts 
gives 


or 


/?1         i?2 


'AT  ^^^^ 
R2—R1 


(48) 


(49) 
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The  condition  of  equality  of  inductance  can  be  obtained  by 
constructing  two  shunts  of  identical  dimensions,  but  of  materials 
having  diflferent  resistivity,  or  by  using  the  same  shunt  at  two 
temperatures  (provided  it  has  a  high  temperature  coeflficient  of 
resistivity). 

In  the  first  case  it  is  not  essential  that  the  dimensions  be  iden- 
tical if  the  shape  is  such  that  the  inductance  can  be  computed, 
since  the  computed  difference  can  be  applied  as  a  correction. 
That  this  correction  does  not  invalidate  the  independence  of  the 
method  is  shown  by  the  following  reasoning:  Let  L^  and  Z^  be 
the  true  values  of  the  inductance  and  L/  and  L/  be  the  computed 
values.     Substitution  in  (48)  gives 

where 

'  Now  V  may  be  written 

^._(L,-L/)  -(L^-L/)  4-(L/-L30     A^-A^  +  A,  ^^^^ 

Where  A,  i3  the  computed  difference  and  is  therefore  known* 
The  terms  A^  and  Aa  are  the  errors  in  the  individual  computed 
values,  and  it  is  seen  that  it  is  only  their  difference  which  enters 
the  correction  term  in  (51).  This  source  of  error  is  particularly 
small  since  the  main  soiu*ces  of  Ai  and  A,,  i.  e.,  end  effects  and 
mutual  inductance  in  the  potential  circuit,  would  be  the  same  in 
both  cases. 

Two  such  pairs  of  shunts  were  used  in  the  present  investigation, 
and  the  results  of  the  measiu-ements  are  given  in  Table  6.     It  is 
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Shtmt 

R 

Comp.L 

Comp.  T 

p 

Obt.AT 

Obe.T 

CWpod,^ 

£,    

Ohm 

0.00510 

.00098 

.000337 
.01 

Heniy 
8.89X10-* 
9.44 
6.28 
6.36 

MIcroMC 

1.74 

9.64 

18.64 

.64 

0.058 
1-0.0127 

BCIaoMC 
8.61 

21.12 

Mkrowc 
f      1.91 
I    10.52 
21.87 

1       .75 

Mkiowc. 
10.89 

10.64 

F, 

c 

K 

Mean  10.77 

4.  HEATING  METHOD 

The  second  modification  of  this  method,  namely,  using  a  shunt 
of  large  temperature  coeflBcient  and  measuring  the  inductance  at 
two  temperatures,  would  appear  to  be  even  freer  from  error 
since  there  can  be  no  question  of  the  practical  identity  of  the 
dimensions.  On  the  other  hand,  even  with  a  copper  resistance  it 
is  necessary  to  use  a  considerable  temperature  range,  and  thus 
introduce  thermal  expansion  and  possible  distortion. 

The  procedm^  which  was  foimd  most  satisfactory  was  to  carry 
the  shunt  through  a  closed  cycle  of  temperatiu-e  over  as  wide  a 
range  as  possible  and  at  various  points  to  meastu^,  by  the  current- 
transformer  method,  the  difference  AT  in  time  constant  between 
the  copper  shtmt  and  a  reference  shunt  of  manganin  kept  at  a 
constant  temperatm-e.  Since  this  method  also  gives  the  resist- 
ance of  the  imknown,  a  separate  temperatm-e  or  resistance  measure- 
ment is  not  required. 

At  any  point  we  have  the  relation 


or 


rc-r«=AT 

/?c  A  i  =  Z^o  —  TmRo 


(52) 
(53) 


hence,  if  /?oAT  is  plotted  against  /?o,  the  result  should  be  a  straight 
line  of  slope  Tm.  Any  curvatiu-e  in  the  line  is  an  indication  of  lack 
of  constancy  in  L©. 

The  shape  which  is  believed  to  be  the  freest  from  errors  due  to 
distortion,  is  the  inner  of  two  concentric  tubes  such  as  was  used  in 
shunt  T.  It  has  been  shown  that  eccentricity  of  the  tubes  does 
not  aflfect  the  inductance  and  the  symmetry  of  the  arrangement 
would  tend  to  produce  a  symmetrical  temperatiu*e  gradient  and 
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current  distribution.  Shunt  P  was  constructed  of  this  shape. 
Also  another  copper  shunt  Q  of  the  usual  bifilar  strip  type  was 
built,  and  this  heating  method  was  used  with  both  types.  The 
temperature  range  used  was  from  -50®  C  to  +150®  C,  the  lower 
temperatures  being  obtained  in  a  bath  of  gasoline  and  CO,  snow. 
The  results  of  the  measurements  are  given  in  Table  7.     It  is  seen 

TABLE  7 
Results  of  Direct  Deteimiiiati<m  by  Heating 


Copper  Standard 

Standard 

ObMrved 
valneof  Ta 

vidaeolS 

Probable 
error 

Temperature 
•range 

p.. 

s 

S 

S 

R 

Ki 

Mlcnaec. 

9.75 
10.51 
10.53 
13.56 

1.37 

Mknwec. 

9.75 
10.51 
10.53 
11.51 
10.35 

MIcraeer. 
±0.16 
.19 
.24 
.15 
.17 

•  c 

+30-+180 

p 

}    -7O-+120 

1  -ia-+iao 

Q 

p 

0.    .      --- - 

Mean         

' 

10.53±0Jli 

) 

that  the  values  vary  considerably  and  much  more  than  is  indi- 
cated by  the  probable  errors  which  were  computed  from  the 
deviations  of  the  individual  points  from  the  straight  line  for  each 
nm.  This  is  probably  due  to  changes  in  current  distribution 
caused  by  local  irregularities  in  temperattu-e  and  hence  resistance. 
This  is  the  more  surprising  in  that  a  longitudinal  temperature 
gradient  should  produce  no  harm  and  the  error  is  therefore  probably 
due  to  variations  over  the  cross  section  of  the  copper. 

VI.  ADJUSTMENT  OF  FINAL  VALUE 

It  is  evident  from  the  results  quoted  above  that  the  relative 
measurements  can  be  made  with  much  greater  accuracy  than  the 
direct  determinations.  The  adjusted  results  of  the  difference 
measurements  were  therefore  taken  as  correct,  and  the  true  mag- 
nitude of  one  of  the  shimts  was  assigned  from  a  consideration  of 
all  the  direct  measurements. 

The  shunt  5  was  most  centrally  located  in  the  network  of 
differences,  and  all  direct  meastu-ements  have  been  referred  to  S 
by  the  corresponding  differences.  The  values  resulting  from  the 
method  of  direct  computation  are  tabulated  in  Table  8,  the  weights 
being  assigned  arbitrarily  after  a  consideration  of  the  probable 
constant  errors  of  each  type  and  the  number  and  self-consistency 
of  the  observations  involved. 
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standard  shunt 

Type 

Inductance 
conqntted 

Time  f*F"**^«t 
computed 

Cone- 
■ponding  T. 

Welcht 

Bi , 

Flatstitp 

Tube 

Henrys 

8.89X10-« 
-a  47 
-1.20 
247.0 

9.5 
17.0 

Seconds 

1.74X10-* 
-a  46 
-a  61 

+2.47 

a  10 
a  17 

Seconds 

10. 72X10-* 
ia76 

ia87 
laei 
ia74 
ia57 

g 

T» 

8 

Ni 

As 

do 

Wire. 

2 
2 

SecvlaM 

Flat  strip 

.....do 

1 

Sec  via  As 

1 

Mean 

ia73±.05 

. 

The  quarter-phase  method  gave  Tc=^  21.2  and  r*«=  1.4  micro- 
seconds; hence  we  get  Tb=io.o  and  11.3  microseconds,  respec- 
tively. The  results  of  the  heating  method  are  taken  from  Table  7 
and  those  marked  **  construction "  from  Table  6.  The  compari- 
son witll  the  I  -ohm  standard  referred  to  on  page  —  gave  Ta  « 10.68 
microseconds.  Assigning  weights  according  to  the  self-consist- 
ency of  each  method,  we  get  from  Table  9  the  value  Ts^  10.7 
microseconds  as  the  most  probable  basis  for  the  system.  The 
values  of  the  other  shimts  follow  directly  from  the  difference 
measurements  and  are  given  in  Table  2. 

TABLE  9 
Summaxy  of  Final  Values 


Metbod 


Computation. 

Quarter-phase 

Heatfaig 

Construction. ......... 

l^dun  standard 

Welcbted  mean 


T. 


Mkroaec. 
10.73 
10.6 
ia53 
10.77 
10.68 


10.72 


Ave.  dev. 


Mkrosec 

±0.05 
±  .5 
±  .2 
±  .09 
±  .1 


±.03 


WelgfaC 


20 
1 

1 
5 
5 


32 


It  is  believed  that  these  values  represent  the  absolute  time 
constants  of  the  various  shimts  to  within  o.i  or  0.2  microsecond 
and  the  relative  values  with  rather  greater  precision.  These 
standards  having  once  been  established,  measurements  on  other 
shimts  may  be  made  easily  by  relative  measurements  by  the 
current  transformer  or  some  similar  method. 
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A  factor  which  is  often  neglected  in  the  design  of  shunts  for 
use  on  alternating  currents,  but  which  is  worthy  of  more  attention, 
is  the  influence  of  stray  fields.  An  ideal  piece  of  apparatus 
should  not  be  affected  by  the  presence  of  stray  electromagnetic 
fields,  nor  should  it  produce  any  field  itself  at  outside  points.  In 
general,  a  design  which  reduces  one  of  these  effects  reduces  the 
other  also;  but  this  is  not  necessarily  the  case.  The  effect  can  be 
considered  as  a  mutual  inductance  between  the  shimt  and  the 
rest  of  the  circuit  S.  The  error  introduced  into  the  inductance  of 
the  shunt  is  Msp,  i.  e.,  the  mutual  inductance  of  the  "potential 
circtiit"  P  and  the  surroimdings  5.  The  effect  on  the  surroimd- 
ings,  however,  is  M^c,  i.  e.,  the  mutual  inductance  between  the 
"ciurent  circtiit"  and  the  surroundings.  In  a  shunt  of  Type  I 
these  values  coincide,  but  this  is  not  the  case  in  Type  II.  One 
great  advantage  of  some  of  the  tubular  types  of  shunt  is  that  they 
satisfy  this  ideal  condition  very  closely. 

In  comparing  the  behavior  of  different  shunts  in  this\espect 
it  is  necessary  to  have  some  standard  stray  field  as  a  basis  of  ref- 
erence. I  have  taken  for  this  a  xmiform  field  of  intensity  H  =  lo/, 
where  /  is  the  current  in  the  shunt  in  amperes.  This  field  is 
much  larger  than  is  likely  to  occur  unintentionally  in  practice, 
but  can  easily  be  approximately  realized  experimentally.  Since 
the  effect  depends  on  the  direction  of  the  field,  that  direction 
giving  the  maximtun  effect  is  the  most  definite  and  should  be 
taken.  In  cases  where  the  proper  direction  is  not  evident  from 
the  shape  of  the  conductor,  the  maximtun  effect  may  be  foimd  as 
the  resultant  of  the  three  components  observed  with  fields  along 
any  three  mutually  perpendicular  axes. 

TABLE  10 
Effect  of  Stray  Fields 


Shunt 

Rettotance 

T 

AT 

AR 

H, 

Ohm 

0.0026 
.002 
.005 
.01 
.01 
.01 
.0010 
.001 

Mlcrosecs 

Mkrowcs 
0.9 
.3 
.8 
3.6 
1.7 
5.2 
11.5 
12.7 

Tu 

-0.5 
+1.7 
10.7 
9.4 
5.5 
12.8 
3.5 

Bt 

L&H        

DAT 

1.5  *  10-< 

Wolff                   

6.6 

R 

13.8 

OB 

2.3 
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the  presence  of  a  standard  field  in  the  most  effective  direction. 
These  results  indicate  that  the  effect  is  comparatively  small  in 
shtmts  in  which  the  potential  leads  are  kept  close  together  even 
though  the  working  material  has  fairly  wide  spacing  as  in  the 
case  of  the  L&N  o.oi  ohm,  where  the  spacing  is  one-sixth  the 
width  of  the  strips.  In  the  last  three  cases,  however,  there  are 
fairly  large  loops  in  the  potential  leads  and  a  correspondingly 
large  error  from  stray  fields. 

In  making  these  measurements  it  was  noticed  that  in  some 
cases  the  shtmts  showed  a  change  of  resistance  when  in  the  mag- 
netic field.  This  change  reversed  its  sign  with  a  reversal  of  the 
field  and  was  traced  to  eddy  currents  in  the  metal  case  surround- 
ing the  shimt.  The  field  due  to  these  eddy  currents  is  nearly  in 
quadrature  with  that  from  the  main  ciurent,  and  the  emf  induced 
by  it  is,  therefore,  in  phase  with  the  current  and  produces  an 
apparent  change  in  resistance. 

Since  most  shimts  are  arranged  with  metal  cases  to  contain  oil 
for  cooling,  this  source  of  error  should  be  carefully  guarded  against 
even  in  work  where  the  phase-angle  does  not  enter.  The  changes 
in  resistance  expressed  as  a  fraction  of  the  nominal  resistance, 
observed  with  the  various  types  when  in  a  field  of  standard 
intensity,  are  given  in  Table  10,  in  the  last  column. 


Vm.  OBSERVATIONS  ON  VARIOUS  TYPES   OF  SHUNT 

As  wide  a  variety  as  possible  of  the  alternating-current  shimts 
now  available  were  compared  by  the  current-transformer  method 
with  the  standards  described  above.  The  results  are  given  in 
Table  10.    The  values  of  time  constant  are  also  plotted  in  Fig.  11 

TABLB  11 
Sunmiaxy  of  Results  on  Various  Types  of  Shonts 


Sbant 

Resistance 

Current 
ciptctty 

L 

T 

Remarks 

O.K.  No  182045 

Ohms 

0.0025 
.001 
.05 
.01 
.01 

Amperes 
200 
500 

12 
50 
100 

Henrys 

5.21X10-* 

3.46 
130 
107 
94 

lAicrosec. 
2.08 
3.46 
2.6 

0.  K.N«  182046 

LAN  No.  13555 

1 

L&N  No.  13582 

10.7      1*«  «"»»«-• 

9.4 

Dryadato  J> 

^  - 
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as  ordinates  with  log  j©  -^  ^s  abscissae.  As  might  be  expected, 
shtmts  of  the  same  type  fall  along  fairly  smooth  cm^es.  For 
comparison  the  values  published  by  Orlich  and  Paterson  and 
Rayner  are  included. 


4a 


JOt/x 


.001  A 


Fig.  II. — Time  constants  of  various  types  of  shunts 

It  is  seen  that  in  each  series  the  time  constant  increases  as  the 
resistance  decreases.    The  logical  basis  for  the  design  of  a  series 
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remains  geometrically  similar  to  itself,  one  would  expect  the  time 

constant  to  vary  as  R~  3 .  The  curves  shown,  however,  correspond 
to  a  variation  as  the  —0.7  power  of  the  resistance.  This  is  due 
to  the  fact  that  in  the  practical  designs  the  lower  resistance 
shunts  are  worked  much  nearer  the  limit  of  cooling. 

The  point  D  corresponds  to  a  0.01  ohm  shunt  intended  for 
alternating-current  work.  This  is  seen  to  have  a  much  higher 
inductance  than  was  to  be  expected.  An  investigation  showed 
that  80  per  cent  of  the  inductance  was  in  the  copper  rods  leading 
down  to  the  shunt  proper,  and  point  Z?'  represents  the  result 
using  potential  leads  attached  directly  to  the  resistance  material. 

IX,  NOTES  ON  DESIGN 

In  the  design  of  shunts  for  use  on  alternating  current  one  must 
consider  not  only  the  questions  of  permanency  and  heat  dissipa- 
tion as  in  direct-current  shunts,  but  also  the  additional  problems 
of  low  inductance  and  freedom  from  stray  fields. 


c. 


fWW' 


Fig.  12. — Shunt  of  type  I 

The  problem  of  inductance  has  hitherto  been  attacked  along 
two  lines.  In  the  first,  as  was  done  by  Orlich,^'  Drysdale,*^  and 
others,  the  shimt  is  of  type  I,  the  working  material  is  formed  int6 
a  closed  circuit  of  as  little  self-inductance  as  possible  and  the 
potential  leads  kept  free  from  all  inductive  effects.  In  the  second 
method,  indicated  by  Lichtenstein  **  and  definitely  suggested  for 
shtmts  by  Campbell,'*  the  potential  leads  are  placed  as  close  as 
possible  to  this  workinsr  resistance  so  that  the  mutual  inductance 
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schematically  the  two  types.     A  notable  example  of  the  second 
type  is  the  series  described  by  Paterson  and  Rayner. 

The  time  constant  in  Fig.  12  is  the  same  except  for  the  effects 
of  stray  fields  whether  lead  />,  or  />,  is  used.  Now,  if  in  Fig.  13 
/>i  and  />2  are  used  for  current  terminals  and  c^  and  c,  for  potential 
terminals,  the  two  types  become  identical.  Now,  by  the  recip- 
rocal theorem  ^  the  inductance  of  the  arrangement  in  Fig.  13  is 
the  same  whether  p^  p2  are  used  as  potential  leads  and  c^  and  c, 
as  ctnrent  leads,  or  vice  versa.  It  follows,  therefore,  that  the 
inductance  in  either  case  is  that  of  the  strip  a  b  with  its  return 
either  at  fcc,  or  bp2.  Hence  the  advantage  of  the  second  type  lies 
solely  in  the  possibility  of  making  the  potential  lead  bp2  thinner 
than  the  current  lead  6c,.  In  the  limiting  case  of  zero  thickness 
for  both  bp2  and  the  insulation,  the  maximum  gain  is  only  a  factor 
one-half. 


FlO.  is.—Shunt  of  type  II 

Of  course,  any  increase  in  the  rate  of  cooling  permits  of  a  decrease 
in  the  amount  of  working  material,  and  consequently  in  the  time 
constant.  The  General  Electric. Co.,  by  the  very  ingenious  use 
of  large  copper  vanes  (which  carry  no  current) ,  have  been  able  to 
obtain  a  large  energy  dissipation  with  a  small  amoimt  of  man- 
ganin.  The  shtmts  described  by  Paterson  and  Rayner  also  have 
a  very  effective  cooling,  but  in  this  case  it  has  been  employed  to 
raise  the  permissible  volt  drop,  and  only  a  little  of  the  latitude 
obtained  by  the  cooling  has  been  devoted  to  reducing  the  induc- 
tance.    It  is  clear  that  with  the  spacing  at  all  close  either  of  these 
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ment  the  phase  angle  would  be  independent  of  resistance.  He 
estimates  a  time  constant  of  i  .03  x  lo"'  second  to  be  easily  attain- 
able.*^ Sharp  and  Crawford  mention  a  similar  design,  which, 
however,  had  T  =  i7.io-*  second. 

The  method  of  attack  which  seems  most  promising  to  the 
author  is  to  design  the  shimt  satisfactorily  from  the  cooling  point 
of  view  and  then  insert  in  one  of  the  potential  leads  sufficient 
mutual  inductance  to  balance  exactly  the  self-inductance  of  the 
manganin  between  the  potential  points.  This  can,  of  course, 
always  be  done  by  a  small  coil  placed  near  the  heavy-current 
leads.  The  most  serious  objection  to  this  practice  is  the  danger 
of  stray  fields,  but  a  number  of  devices  can  be  used  which  would 
render  this  adjusting  coil  nearly  astatic.  This  method,  of  course, 
requires  a  measurement  of  the  inductance,  but  that  would  be 
necessary  an)nvay  and  with  the  convenience  of  the  current- 
transformer  method  would  not  be  a  hardship. 

The  tubular  arrangement  has  many  advantages  and  permits  of 
some  rather  neat  schemes  for  adjustment.  If  the  inner  conductor 
be  used  as  the  working  resistance  and  the  potential  leads  be  brought 
out  inside  the  inner  tube  (see  Fig.  ^  as  was  done  with  shimts 
T  and  iV«,  then  the  mutual-inductive  effects  are  too  great  and  the 
shimt  shows  a  negative  inductance.  This  excess  is  not  very  large, 
however,  and  eyen  in  a  o.ooi-ohm  standard  could  be  neglected  in 
almost  all  work.** 

This  negative  excess  can  be  reduced  to  any  desired  amotmt  by 
the  arrangement  shown  in  Fig.  14  (a).  For  an  exact  balance  the 
distances  /  and  V  should  be'in  the  ratio  given  by — 


2a^     .      a^         2  a^  a,      a^-\-a^    "] 


(54) 


or  approximately  p-24-37+6-r****  (55) 

where  as  before  s  =»  -^ ^>   =■  zlZ£i,  ^  =,  zlZr?. 

a^  a^  Oj 

^  The  author  regrets  that  he  has  been  unable  to  obtain  a  shunt  of  this  type  to  measure.  The  one  listed 
in  the  table  consisted  of  a  single  strip. 

»  Using  this  arrangement  with  one  of  the  N.  P.  I^  tubes  would  give  Z^-iXid-*  henry  histead  of 
+3Xxcr«  henry  as  now  arranged. 
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Another  interesting  combination  is  that  shown  in  Fig.  14  (6). 
Here  (with  stiitable  ratios  of  /  to  /')  we  have  a  shunt  having  zero 
phase  angle,  and  also  no  emf  induced  in  the  potential  leads.  In 
other  words,  the  negative  inductance  of  the  outer  tube  with  retimi 
inside  is  balanced  by  the  positive  inductance  of  the  shorter  length 
of  inner  tube  so  that  the  difference  in  potential  between  the 
points  a  and  6  is  in  phase  with  the  total  current.  If  the  induct- 
ance of  the  disk  is  neglected,  the  ratio  should  be 


p-3  +  2  -  +6  -  (approx.) 


(56) 


JL 


iiiiii  aeaz 


iiiiiiiiiiiii  a  iiii7r 


% 


fiiii 


I3IIII   99   I    3»»3»33,^>^ 


t 


f*  HO  Ci) 

Fig.  14. — Tubular  shunts  with  compensating  potential  leads 

X.  MUTUAL  INDUCTANCES 

A  mutual  inductance  has  usually  been  r^arded  as  }delding  a 
secondary  emf  in  exact  quadrature,  with  the  primary  current, 
though  occasionally  the  necessity  of  using  stranded  wire  in  the 
windings  has  been  pointed  out.  In  case  the  primary  is  to  carry  a 
heavy  current  the  departiure  from  quadrature  may  become  very 
considerable.  Using  as  primary  a  copper  strip  5  cm  by  0.32  cm 
two  secondary  coils  showed  voltages  having  a  phase  difference  of 
75  minutes  at  60  cycles  per  second.  With  due  care,  however, 
the  phase  defect  of  a  mutual  inductance  may  be  made  much 
smaller  than  that  of  a  shunt  of  the  same  current  capacity,  so  that 
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Fig.  15.    Applying  Kirchoff's  laws  to  these  foxir  circuits,  we  get 
for  the  relation  between  secondary  voltage  and  primary  current 


Es-IpiR+juM) 

whereM  ~Mu+^^^MtJRtR^  +M,«i?^,  +M^i/?4 
-MuiR»R4+R^*  +RiRi\ 

^"       RpR,    \r,\R,     rJ\RJrJ 

+rXri-r:)\Rs'^rJ\ 


and 


(57) 

(58) 

(59) 


2^ 


Lx  «, 


«.N«V 


>    ^'c 


Flo.  15. — Four-coil  model  of  impure  mutual  inductance 

In  these  equations  Ri  and  Z^  are  the  resistance  and  inductance  of 
the  circuit  i,  /?,  and  L,  of  circuit  2,  etc.,  and  M,,  is  the  mutual 
inductance  between  circuits  i  and  2,  etc. 

Also  L'j  =Li  ~M„,  V  =L, -Mu,  L,' =L, -M„,  L^ -L« -M„ 

Rp =Ri+  R2,  Rs = R%  +  i?4 
and  A  =Mi,  — M^ 

In  deriving  these  equations  terms  of  higher  order  in  -^  and 
--n-  have  been  neglected.     All  inspection  of  (59)  shows  that  this 
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second  term  remains  and  is  a  f  miction  of  the  dimensions  and  rela- 
tive position  of  the  parts  of  the  primary  circuits.     For  brevity 
these  terms  will  be  referred  to  as  the  "secondary  impurity"  and 
"primary  impurity,"  respectively. 
It  will  also  be  noticed  that  each  of  these  terms  contains  two 

L'     V 
factors.    The  first  -^ — -^  is  proportional  to  the  difference  in 

phase  of  the  two  psirts  of  the  primary  current.  The  second 
involves  (Mu— Afj,)  and  (Afn— M^J,  that  is,  the  difference  in  the 
mutual  inductance  of  various  parts  of  the  primary  on  a  single  part 
of  the  secondary.  If  either  factor  vanishes,  then  the  whole  term 
*  will  vanish  regardless  of  the  other  factor. 

The  deduction  of  the  equation  (59)  nuty  be  generalized  to  cover 
any  niunber  of  elementary  filaments  and  thus  to  represent  a 
filamentary  flow  in  a  solid  conductor.  In  case  the  secondary  is 
linear  the  primary  impiuity  becomes  proportional  to 

k-n 

S  A^k  AWk  (60) 

k-i 

Where  Atf^  is  the  difference  in  phase  angle  between  the  current 
in  the  ikth  filament  and  the  total  current  and  Am^  is  the  difference 
between  the  mutual  inductance  of  the  feth  filament  on  the  sec- 
ondary and  the  average  mutual  inductance.  The  expression  for 
the  secondary  impurity  is  of  course  similar. 

The  usual  method  of  stranding  tends  to  reduce  both  factors  in 
these  errors,  but  becomes  very  laborious  if  the  coil  is  to  carry  heavy 
currents.  A  and  B  of  (59)  become  zero,  regardless  of  the  thick- 
ness of  the  secondary  wire  if  the  magnetic  field  of  the  primary  is  so 
localized  that  there  is  no  magnetic  field  at  points  where  the  sec- 
ondary copper  is  placed.  Conversely  C  and  D  will  vanish  if  a 
current  in  the  secondary  produces  no  magnetic  field  where  the 
primary  copper  is  located.  The  required  localization  of  the  mag- 
netic field  to  make  either  pair  zero  is  easily  obtained  by  using  one 
winding  in  tne  form  of  a  uniformly  woimd  toroid,  or  a  long  straight 
solenoid  (which  is  really  a  special  case  of  the  former).  It  is,  how- 
ever, impossible  to  make  both  errors  zero  by  this  arrangement, 
since  if  both  circuits  are  closed  toroids  they  either  have  no  flux  in 
common  or  one  is  within  the  other  and  its  copper  is  in  the  field  of 
the  other. 

The  logical  way  to  construct  a  pure  mutual  inductance  is, 
therefore,  to  eliminate  one  source  of  impurity  by  making  A  and  B 
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zero  and  to  minimize  the  other  by  making  the  time  constant  of  the 
various  elementary  filaments  as  nearly  equal  as  possible.  This 
means  making  one  coil  in  the  form  of  a  uniformly  wound  toroid  and 
then  stranding  this  coil.  To  be  efficient  the  strands  should,  of  course, 
be  thoroughly  intermixed.  With  such  a  construction  the  char- 
acter of  the  other  coil  is  immaterial.  It  is  therefore  preferable  to 
use  the  toroidal  coil  as  secondary,  since  one  can  then  use  as  heavy 
copper  as  desired  in  the  primary.  A  coil  of  this  type  used  in  this 
work  showed  no  detectible  primary^  impurity,  though  the  primary 
winding  was  of  130  000  circular  mil  cable. 

Equation  (60)  forms  the  basis  of  a  method  of  testing  induc- 
tances having  stranded  primary  windings.  Consider  a  coil  having  a 
linear  secondary  and  the  primary  woimd  from  a  number  of  parallel 
strands  with  a  small  coil  c^,  C2  ...  in  series  with  each  strand. 
Using  each  strand  separately 


as  a  primary,  the  mutual  in- 
ductance between  it  and  the 
secondary  can  be  measured. 
Subtracting  each  of  these  val- 
ues from  the  average  of  all 
gives  the  successive  values  of 
Am^.  Now,  passing  the  full 
primary  current  through  all 
the   strands    in    parallel    the 
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Fig 


16. — Connection  for  comparing  the  phase 
defects  of  mutual  inductances 


relative  phases  of  the  components  are  to  be  determined.  This 
can  be  done  by  placing  a  small  exploring  coil  near  each  of  the 
coils,  q,  C3  ...  and  observing  the  phase  of  the  induced  emf  rela- 
tive to  any  fixed  standard.  The  differences  of  these  values 
from  their  mean  give  the  values  of  Atf,.  The  summation  of 
(60)'  may  thus  be  directly  observed  and  gives  the  amount  by 
which  the  primary  impiuity  dijBFers  from  that  due  to  a  single 
strand.  This  method  was  used  in  one  of  the  mutual  induc- 
tances used  in  the  resistance  measurements  where  there  were  12 
strands  and  was  foimd  very  convenient. 

What  is  perhaps  the  simplest  method  of  comparing  the  phase 
defects  of  mutual  inductances  of  nearly  equal  magnitude  is  indi- 
cated in  Fig.  16.  The  two  inductances  to  be  compared  are  con- 
nected with  their  primaries  in  series  with  the  primary  of  a  small 
variable  mutual  inductance  m  and  with  a  very  low  resistance  R, 
This  latter  may  well  be  arranged  as  in  Fig.  6.  The  secondaries  of 
M,  and  M3  are  connected  In  opposition  and  any  difference  in  volt- 
age is  balanced  by  m  and  R,    At  a  balance  the  algebraic  stun  of  the 
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three  mutual  inductances  and  also  of  the  four  four-tenmnal 
"resistances  "  (as  defined  by  equation  9,  page  381)  must  be  zero. 
By  a  little  ingentiity  in  connecting  coils  in  series,  it  is  possible  to 
intercompare  mutual  inductances  of  widely  different  values 
without  ever  using  a  very  large  variable  inductance  at  m.  The 
"  resistance  "  of  m  may  therefore  be  kept  negligible. 

While  the  primary  error  is  the  more  dangerous,  the  secondary 
error  may  not  be  negligible.  A  ntunber  of  measurements  were 
made  on  circtiits  in  which  the  primary  error  had  been  eliminated 
by  using  a  toroidal  or  solenoidal  secondary.  These  comparisons 
brought  out  some  interesting  facts  about  this  secondary  error. 

TABLE  15 
Results  of  Messoremants  on  Secondsxy  Impitrity  of  Mutiisl  Luloctances 


c«u 


Radius  of 
ooU-r 


lUdtnsof 

a 


Tufiia 


meter 

n 


•«ii>r 


R 


Mlci»- 


I.. 

m. 

IM. 

0.. 
5Ki 
hi. 
n.. 
f.. 
«.- 

hi. 
hi. 
h4. 
h». 

Sgi 


4.40 
.47 
6.00 
4.89 
1.18 
3.23 
5.25 
2,90 
4.89 
3.50 

5.97 
6.73 
7.58 
8.38 

3.66 


1.32 
.60 
1.05 
1.14 
.60 
♦2.64X3.00 
1.25 
1.07 
1.38 
1.39 

1.33 
1.43 
1.51 
1.60 

•2.87X3.27 


0.020 
.040 
.020 
.032 
.040 
.040 
.040 
.051 
.051 
t7X0.01 

.040 
.040 
.040 
.040 

.040 


7.5 
4.2 
16.0 
8.1 
9.5 
7.79 
9.5 
7.5 
7.3 
5.2 

9.5 
9.5 
9.5 
9.5 

7.58 


cxn* 
0. 14.ia-< 

.27 

.54 

.75 
1.41 
2.23 
2.90 
4.03 
4.98 


3.09 
3.30 
3.48 
3.69 

2.59 


Mk»- 

Moondt 
0.03 
.39 
.00 
.04 
.23 
.14 
.10 
.34 
.22 
.06 

.29 
.43 
.61 
.73 

.20 


cycle 

+6.X10-« 
+7.0 
-0.0 
+8.0 

11.0 

18.0 

20.0 

39.0 

43.0 
8.0 

69.0 
115.0 
182.0 
242.0 

29.0 


Do. 

Do. 

Twoid. 


Xoxotd. 
SotenokL 

Do. 

Do. 
Lttten-dnOU  5X7 

No.35B.4S. 
Outside  ht. 
Outside  hi. 
Outside  h«. 
Outside  li4. 
[Torold. 
[Outside  ci. 


♦Coils  gi  and  gt  were  ci  rectangular  section  and  at  the  dimensions  indicated. 
t  Badi  ooU  q  oonsisted  of  one  of  the  five  seven-wire  strands. 

The  group  of  15  coils  compared  in  this  manner  are  listed  in 
Table  15.  The  complete  mathematical  calculation  of  the  error 
due  to  eddy  currents  in  the  secondary  would  be  extremely  difficult, 
even  in  the  simplest  case  of  a  long  straight  imiform  solenoid.  A 
rough  approximation  may  be  obtained  for  this  case  by  assuming 
the  actual  secondary  wire  replaced  by  two  thin  filaments  parallel 
to  the  axis  of  the  wire  and  at  a  distance  apart  2y  in  the  direction 
of  the  radius  of  the  coil.     It  may  also  be  assumed  that  the  ordinary 
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two-terminal  resistance  of  each  filament  is  equal  to  twice  the 
resistance  of  the  complete  wire.  The  various  quantities  entering 
equation  (59)  may  then  be  computed  and  it  appears  that  the 
**  resistance  "  is  given  by 

R^Kd'a^n^fr  (61) 

where 

«  =  2T  X  frequency,  a = radius  of  wire. 
n  =  turns  per  centimeter  of  winding,  r  =  radius  of  coil. 
In  case  y  may  be  taken  a  constant  fraction  of  a  as  would  appear 
reasonable  if  r  is  large,  we  have 

R^K'ufa^^r  (62) 

This  is  in  agreement  with  dimensional  reasoning,  which  shows 
that  R  must  be  reducible  to  the  form 

R  =  «a^— »  an  ,- J  (63) 

where  p  is  the  resistivity  of  the  material  and  yp  an  imknown 

function. 

R 
The  observed  differences  of   tj  for  the  various  coils  from  an 

arbitrary  zero  have  been  plotted  in  Fig.  1 7  (/)  against  the  quantity 
a^^r.  According  to  (62)  this  should  yield  a  straight  line.  The 
points  seem  to  indicate  a  slight  curvature,  but  the  agreement  is 
within  the  precision  needed  in  the  work  on  shunts.  An  extra- 
polation of  the  line  to  the  axis  where  a^^r  =  o  gives  the  true  zero 
for  the  S5rstem.  It. may  be  noted  that  points  corresponding  to 
the  closed  toroids  5^1  and  la  fall  along  the  same  line  as  thos6 
for  the  long  straight  solenoids. 

In  coils  of  more  than  one  layer,  the  outer  layers  show  an  abnor- 
mally great  secondary  error.  This  is  shown  in  Fig.  1 7  (//) ,  where 
the  time  constants  of  five  coils  woimd  one  above  the  other  are 
^plotted  against  the  values  of  a^^r.  The  innermost  coil  is  seen  to 
be  normal,  while  the  outer  coils  have  a  greatly  increased  phase 
defect.  This  effect  is  due  to  the  fact  that  the  eddy  currents  in 
the  inner  wires  produce  a  magnetic  field  in*  quadrature  with  the 
main  field.  This  field  is  linked  with  all  the  coils  outside  of  it  and . 
induces  a  large  out-of-phase  emf  in  them,  but  does  not  link  the 
coils  inside  of  it.  This  shows  the  danger  of  using  multiple  layer 
coils  for  work  of  this  character. 
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A  further  source  of  secondary  impiuity  is  the  capacity  of  the 
windings.  If  a  condenser  of  capacity  C  is  connected  across  the 
terminals  of  a  secondary  winding  of  resistance  R,  then  the  mutual 
inductance  will  show  an  apparent  phase  defect  of 

r  =  (ocR  (64) 
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Fig.  17. — Secondary  impurity  of  mutual  inductances 
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since  by  connecting  a  microfarad  across  one  of  the  coils,  its  emf 
is  made  to  lag  more  than  before,  and  by  noting  the  direction  of 
the  change  in  the  resistance  setting,  it  is  readily  seen  which  coil 
has  the  greater  phase  angle. 

XI.  SUMMARY 

The  results  of  this  study  of  four-terminal  impedances  are  sum- 
marized below.  The  discussion  of  the  inductance  of  shunts  has 
been  clarified  by  the  classification  of  such  apparatus  into  two 
main  types  and  also  by  the  use  of  the  idea  of  the  inductance  of  an 
open  circuit  "  with  a  definite  return."  The  close  analogy  between 
shimts  and  mutual  inductances  has  been  pointed  out.  The  causes 
of  phase  defects  in  mutual  inductances  have  been  pointed  out, 
and  methods  of  avoiding  or  minimizing  these  sources  of  error 
suggested.  The  secondary  impurity  has  been  investigated  and 
the  abnormal  increase  of  this  error  in  multiple  layer  .coils  noted. 

On  the  more  practical  side  two  relative  methods  for  the  com- 
parison of  the  time  constants  of  shunts  have  been  studied  and  the 
soxirces  of  error  determined.  One  of  these  has  been  shown  to  be 
very  simple,  accurate,  and  easily  set  up.  Three  possible  types  of 
shimts  whose  inductance  can  be  computed  from  the  dimensions 
have  been  studied,  and  the  sources  of  error  shown  to  be  much 
smaller  than  would  be  expected.  The  formulae  for  various  arrange- 
ments of  tubular  shunts  have  been  deduced  from  a  new  point  of 
view,  and  have  been  put  in  a  simplified  form  for  computation. 
Two  direct  methods  for  the  measurement  of  inductance  have  been 
tried  and  foimd  to  agree  with  the  values  foimd  by  computation. 
These  methods  were,  however,  less  satisfactory  than  direct  com- 
putation. The  time  constants  of  a  number  of  shtmts  at  the 
Bureau  of  Standards  and  Harvard  University  have  been  deter- 
mined to  within  one  or  two  tenths  of  a  microsecond.  These  may 
now  be  used  as  standards  for  the  calibration  of  other  shtmts.  The 
inductance  and  susceptibility  to  stray  fields  of  a  number  of 
commercial  types  of  shunt  have  been  measured.  In  some  cases 
a  change  of  resistance  in  the  presence  of  the  external  field  has 
been  detected. 

Washington,  December  30,  191 5. 
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NOTATION 

A.ByC,  D Differences  in  mutual  inductance. 

a,  Oi,  02 Radii  of  wires  or  tubes. 

b,  c Thickness  of  strips. 

d,dii Distance  c.  to  c.  of  wires,  strips,  or  filaments. 

Alt  Af Geometric  mean  distances. 

E Maximum  voltage.  . 

e Instantaneous  voltage. 

/ Frequency. 

g Thickness  of  insulation  between  strips. 

H Magnetic  field  intensity. 

/m,  t Maximum  and  instantaneous  currents. 

ii,  i^ Instantaneous  current  densities. 

K Undetermined  constant. 

L Inductance. 

/ , . .  Length  of  circuits. 

M,m , Mutual  inductances. 

n Pitch  of  winding. 

P , Ratio  of  current  transformer. 

R Resistance. 

r Radius  of  coil. 

J,  /,  « Shape  ratios  of  tubes. 

Si,  S^ Cross-sectional  areas  of  conductors. 

i Time. 

T Time  constant. 

V Width  of  strip. 

X Distance  from  axis  to  filament  considered. 

y Distance  from  axis  to  equivalent  filament. 

a,  /3,  T,  5,  iy,  K,  X,  s Shape  ratios  of  strip  shunts. 

# Phase  angle  of  shunt. 

H Apparent  phase  angle  of  transformer. 

p Correction  term. 

0 Resistivity. 

T Phase  defect  of  a  mutual  inductance. 

^ Flux  per  unit  length  of  circuit. 

^ True  angle  of  transformer. 

» .arXfrequency. 
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I.  INTRODUCTION 

In  attempting  a  further  improvement  in  stellar  radiometry*  it 
was  deemed  desirable  to  inquire  first  into  the  construction  of  the 
galvanometer  which  is  one  of  the  three  important  elements  in  the 
radiometric  apparatus,  the  other  two  elements  being  the  thermo- 
couple and  the  reflecting  mirror.  As  indicated  in  the  previous 
paper,  a  fiulher  improvement  in  the  stellar  thermocouple  will 
depend  more  upon  the  nicety  of  construction  than  upon  the  emf 
of  the  thermoelement.  New  alloys  having  a  high  thermal  emf 
and  a  high  tensile  strength  must,  of  course,  be  sought.  However, 
if  the  thickness  of  the  material  can  not  be  reduced  to  smaller 
dimensions  than  those  already  employed,  then  the  prospects  for 
greatly  increasiug  the  sensitivity  of  the  thermocouple  are  not 
very  encouraging. 

A  further  increase  in  the  galvonometer  sensitivity  must  evi- 
dently be  sought  through  fiulher  improvements  in  tiie  coils  and 
especially  in  the  suspended  magnet  system.  In  spite  of  all  that 
has  been  written  upon  the  construction  of  galvanometer  coils, 
wound  in  sections  of  graded  wire,  there  seem^  to  be  no  data  at 
hand  showing  the  behavior  of  the  different  sections  as  compared 

1  Yhii  BuUedn,  11.  p.  613;  1915. 
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with  what  was  to  be  expected  from  theory.  In  fact,  part  of  the 
present  investigation  is  the  result  of  a  disagreement  between  the 
observed  and  the  theoretical  performmance  of  the  different  sec- 
tions of  several  galvanometer  coils  which  had  been  subjected  to 
test.  This  paper  gives  the  restilts  of  experiments  (i)  on  galva- 
nometer coils  of  various  designs,  (2)  on  various  magnet  systems, 
(3)  on  shielding  the  galvanometer  from  magnetic  disturbances, 
and  (4)  on  vacuiun  galvanometers. 

The  increase  in  sensitivity  as  a  result  of  placing  the  magnet 
system  in  an  evacuated  inclosure  has  already  been  discussed,*  and 
more  precise  data  are  given  in  the  present  paper.  In  the  previous 
tests  the  instrtunent  could  not  be  shielded  from  magnetic  disturb- 
ances. In  the  vacuimi  galvanometer,  as  it  will  be  used  in  practice, 
one  of  the  inner  shields  is  to  be  provided  with  a  cover,  so  that  it 
can  be  utilized  as  an  inclosure  which  may  be  evacuated.  The 
sensitivity  attainable  will  depend  upon  the  weight  and  upon  the 
period  that  can  be  given  to  the  suspended  magnet  system.  This 
will,  of  course,  depend  upon  the  environment  in  which  the  instru- 
ment will  be  used.  From  the  performance  of  the  instrument 
when  shielded,  as  described  on  a  subsequent  page,  it  appears  that 
magnetic  disturbances  can  be  reduced  to  a  very  small  value.  It 
is  to  be  emphasized,  however,  that  with  such  a  highly  shielded 
galvanometer  it  is  difficult  to  maintain  a  long  period  because  of 
the  necessity  of  using  powerful  control  magnets  which  miist  be 
placed  close  to  the  galvanometer.  These  control  magnets  are  so 
close  that  any  slight  change  in  their  position,  or  in  the  magnetic 
force  exerted  by  them,  easily  affects  the  astaticism  of  the  needle. 

EL  EXPERIMENTAL  TESTS  OF  GALVANOMETER  COILS 
1.  THE  FORM  OF  THE  COH. 

This  subject  has  received  so  much  discussion  that  there  seems 
to  be  little  need  for  further  remarks.  Maxwell  has  shown  that 
each  layer  of  spires  should  lie  within  the  surface  having  the  polar 
equation  r*  =cP  sin  fl,  where  r  is  the  length  of  the  radius  (the  dis- 
tance from  the  magnet  of  infinitesimal  length)  making  an  angle  0 
with  the  axis  of  the  coil,  and  d  the  value  of  r  when  ^  —  90®. 
Freudenberger  *  has  used  the  formula  r==/>  sin  *tf,  which  produces 
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made  of  wires  of  different  diameters.  In  fact,  he  mentions  that 
coils  might  be  wound  to  the  resistance  desired,  using  No.  36  wire. 

It  has  been  shown  ^  that  if  the  space  in  which  the  needle  hangs 
is  not  made  cylindrical,  the  shape  of  it  is  of  some  importance,  as 
it  is  possible  to  place  spires  in  positions  in  which  they  produce 
a  magnetic  effect  which  is  opposed  to  that  of  the  complete  coil. 

Abbot  *  has  made  theoretical  computations  of  the  force  ex- 
erted by  coils  wound  in  three  sections,  of  equal  resistance  of  graded 
wire.  The  data  published  give  the  force  exerted  by  each  section 
of  the  coil. 

No  experimental  tests  having  been  pubUshed,  the  writer  made 
tests  of  the  force  exerted  by  each  of  the  three  sections  of  a  20-ohm 
coil  (the  2 1. 1 -ohm  coil  in  Table  I),  which  had  been  wound  accord- 
ing to  theoretical  specifications  to  give  the  maximimi  total  force. 

The  theoretical  data  indicated  that  the  force  exerted  should 
be  closely  the  same  for  each  section  of  this  particular  t3T)e  of 
coil.  However,  as  a  general  rule,  this  is  not  necessary  in  order  to 
obtain  a  coil  that  exerts  the  maximtmi  total  force.  The  results 
of  this  test  (see  Table  I)  showed  that  experimentally  (owing  to 
difficulties  in  winding  the  coils)  the  force  exerted  by  each  section 
of  the  20-ohm  coil  is  not  the  same  as  was  to  be  expected  from  theo- 
retical considerations,  and  that  the  outer  section  exerted  the 
greatest  force.  In  other  words,  the  outer  section  is  the  most 
efficient  of  the  three  components  of  this  20-ohm  coil.  The  iimer 
section  was  foimd  to  be  the  least  efficient,  and  in  view  of  the  fact 
that  a  galvanometer  was  desired  which  had  a  lower  resistance 
than  was  obtainable  with  these  20-ohm  coils  joined  in  parallel,  it 
was  deemed  desirable  to  determine  whether  (without  making  a 
prolonged  investigation)  an  efficient  coil  could  be  foimd  by  trial, 
which  had  the  properties  of  the  central  and  outer  sections  of  the 
20-ohm  coil.  As  is  well  known  and  as  was  mentioned  in  a  pre- 
vious paper,  •  owing  to  the  difficulties  in  winding  fine  wires  and 
owing  to  the  large  amount  of  space  occupied  by  the  insulation 
when  using  fine  wires,  a  more  sensitive  4-ohm  coil  galvanometer 
is  to  be  expected  to  result  from  constructing  the  coils  of  heavy 
wires  (hence  of  low  resistance,  say  2..s  ohms)  which  are  loined  in 
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ohms)  which  are  join^  in  series  parallel.  However,  as  will  be 
shown  presently,  these  two  kinds  of  coils  differed  but  little  in  the 
force  exerted,  although  the  wires  had  been  selected  to  give  closely 
the  same  sized  coils.  In  previous  tests  no  marked  difference  was 
fotmd  in  galvanometers  having  20-ohm  coils  wound  in  three 
and  in  five  sections  of  graded  wire.  The  records  of  the  perform- 
ance of  12  galvanometers  indicate  (as  mentioned  in  the  paper  just 
quoted)  that  the  greatest  advances  in  increasing  the  sensitivity 

of  the  galvanometer  are  to  be 
^  expected  from  improvements 

y^  in  the  suspended  system. 

y^  The  mandrels  used  in  wind- 

<^  I  '^'  ing  the  coils  were  of  two  types, 

I  '  producing  coils  of  the  form 

i  shown  in  Fig.  i,  which  shows 

a  compound  coil    wound   in 
three  sections  of  graded  wire. 
/r^^  Mandrel  No.  2  was  tried  to 

determine  whether  a  marked 

improvement  would  result  in 

the  magnetic  field  near  the 

galvanometer  needles.    When 

using  fine  wires  for  the  inner 

section  of  the  coil,  this  form 

of  winding  (mandrel  No.  2) 

was  fotmd  to  be  detrimental. 

In  the  coils  to  be  described 

.  presently  the  insulation  was  a 

•  '  single  layer  of  silk,  excepting 

Fio.  I.— Fom  of  the  coil  when  using  different     '^  ^j^^  0.6-ohm  COil,  which  waS 

^^    ^^  covered  with  a  double  layer  of 

silk.  The  thickness  of  the  insulation  was  about  0.043  ^^^n,  which 
is  practically  the  same  as  used  by  Abbot  (loc.  cit.).  The  thick- 
ness of  the  various  samples  of  wire,  some  of  which  had  been  piu- 
chased  (from  A.  F.  Moore,  Philadelphia)  eight  years  ago,  varied 
from  o.ooi  to  0.002  mm. 

2.  THE  STANDARD  COILS 

All  the  coils  investigated  were  compared  with  a  set  of  three 
coils,  which  was  used  as  a  standard.  These  three  coils  were 
mounted  securely  in  an  ironclad  support,  two  in  the  lower  part 


Digitized  by 


Google 


Digitized  by 


Google 


Bulletin  Bureau  of  Standards.  Vol.  13 


[^ 


Digitized  by 


Google 


CobUHU]         Experimental  Tests  on  Thomson  Galvanometers 


427 


and  one  in  the  upper  position,  as  shown  in  Fig.  2.  The  c6il  which 
was  to  be  compared  was  mounted  at  a  fixed  distance  opposite  the 
upper  standard  coil.  The  object  of  the  three  standard  coils  was 
to  enable  one  to  test  the  symmetry  of  the  deflections  of  the  sus- 
pended magnet  system,  which  might  be  affected  in  mounting  the 
various  coils  which  were  being  tested.  Lead  wires  from  each  coil, 
or  sections  of  a  coil,  were  connected  with  small  mercury  cups  in  a 
block  of  paraffin.  By  this  means  it  was  possible  to  send  an  electric 
current  through  any  coil  in  the  instrument.  After  moimting  a 
coil  for  comparison  the  iron  shields  were  put  in  place  and  the  mag- 
net system  was  astatized  to  give  a  single  swing  of  two  to  three 
seconds.  The  symmetry  of  the  deflections  produced  by  the  three 
standard  coils  was  not  affected  by  sligh't  changes  in  level.  It  was 
therefore  assumed  that  the  coils  imder  examination  were  being 
intercompared  with  considerable  accuracy. 

The  details  of  construction  of  the  standard  coils  are  given  in 
Table  i.  Each  coil  was  woimd  in  two  sections  and  had  a  resist- 
ance of  10.2  ohms.  The  form  of  the  coil  is  shown  in  No.  2  of 
Fig.  I.  As  shown  in  Table  i,  another  lo-ohm  coil  wound,  with 
three  kinds  of  wire,  on  mandrel  No.  i,  Fig.  i,  is  17  per  cent  more 
efficient  than  the  one  which  happened  to  be  used  as  a  standard. 

TABLE  1 
Efficiency  of  Coils  of  Various  Desi^  as  Compared  with  a  Set  of  Standard  Coils 
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3.  METHOD  OF  COMPARISON  OF  VARIOUS  COILS 

The  behavior  of  the  coil  under  test  was  determined  by  observing 
the  deflection  produced  by  a  given  current  as  compared  with  the 
deflection  produced  by  the  same  current  when  passed  through  the 
standard  eoils.  From  tests  made  at  various  times  throughout 
this  investigation  it  was  found  that  each  one  of  the  three  sttodard 
coils  produced  the  same  deflections.  The  upper  standard  coil  was 
therefore  used  in  making  the  comparison.  In  Table  i  column  6  is 
given  the  force  exerted  by  different  sections  of  a  coil,  the  inner 
section,  '*  No.  i ,''  of  each  coil  being  used  as  a  standard  of  reference. 
Column  7  gives  the  force  exerted  by  the  upper  standard  coil  as 
compared  with  the  coil  under  test.  This  of  com-se  is  merely  an 
intermediate  step,  for  the  comparison  must  be  made  with  galva- 
nometer coils  having  the  same  resistance.  Colimms  8  and  9  give 
the  desired  data,  which  will  be  discussed  on  a  subsequent  page. 
It  will  be  sufficient  to  add  that  by  efficiency  is  meant  the  ratio  of 
the  force  exerted  by  the  test  coil  as  compared  with  the  standard 
coil  (of  10.2  ohms)  when  used  imder  comparable  conditions.  For 
example,  the  0.62-ohm  coils  would  be  joined  all  in  series,  giving  a 
galvanometer  resistance  of  2.48  ohms,  while  the  standard  10.2-ohm 
coils  would  be  joined  all  in  parallel,  giving  a  resistance  of  2.55  ohms. 

In  the  thermopiles  described  in  previous  papers  the  elements 
were  joined  either  all  in  series,  producing  a  resistance  of  about 
9  ohms,  or  joined  two  in  series  parallel,  producing  a  resistance 
of  about  2  ohms.  Table  i  therefore  gives  the  way  in  which  the 
above  coils  would  be  used  in  connection  with  these  thermopiles. 
The  efficiency  of  each  coil  is  of  course  the  same  in  whatever  manner 
it  may  be  connected.  In  reducing  this  data,  the  force  exerted  by 
the  coil  is  assumed  to  be  proportional  to  the  square  root  of  its 
resistance.  This,  however,  is  of  minor  importance  in  view  of  the 
fact  that  comparison  is  made  only  of  coils  having  closely  the  same 
resistance. 

4.  DISCUSSION  OF  THE  RESULTS  OF  TESTS  ON  VARIOUS  COILS 

The  nesults  obtained  on  the  different  coils  are  summarized  in 
Table  i .  As  already  mentioned,  the  lo-ohm  coils  used  as  standards 
of  comparison  happened  to  be  less  efficient  than  some  of  the  coils 
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and  24),  all  of  which  were  practically  the  same  in  size,  exert  the 
same  force,  which  is  about  18  per  cent  greater  than  the  standard. 
In  the  test  on  the  2.26rohm  coil  both  types  of  mandrels  (Fig.  i) 
were  used  in  order  to  determine  whether  in  using  Nos.  28  and  24 
wire,  a  greater  efficiency  would  result  from  placing  the  wires 
nearer  the  center  of  the  coil.  (See  test  of  a  2.43-ohm  coil,  man- 
drel No.  I.)  As  shown  in  Table  i  (force  exerted),  these  two  coils 
differ  by  only  3  per  cent  (1.79:1.73)  in  the  force  they  exerted.  It 
is  of  interest  to  note  that  in  the  2.26-ohm  coil  the  outer  section 
exerts  a  force  which  is  1 1  per  cent  greater  than  that  exerted  by 
the  inner  section,  while  in  the  2.43-ohm  coil  the  inner  coil 
exerts  the  greater  force.  The  latter  coil  is  the  more  efficient, 
showing  that  although  the  spires  are  nearer  the  magnets  they  do 
not  occupy  positions  in  which  they  produce  a  magnetic  effect 
which  is  opposed  to  that  of  the  complete  coil.^  The  efficiency  of 
these  types  of  coils  (2.4,  8.6,  and  10.5  ohms,  respectively)  being 
so  closely  the  same  there  is  no  choice  in  their  use  with  an  external 
resistance  of  2  or  8  ohms.  As  mentioned  elsewhere,®  a  galva- 
nometer, in  which  the  coils  have  a  resistance  of  8  ohms,  is  the 
most  suitable  to  be  used  with  bismuth-silver  (or  copper)  thermo- 
piles which  have  a  resistance  of  about  8  ohms,  when  all  the  elements 
are  joined  in  series,  and  a  resistance  of  2  ohms  when  the  elements 
are  connected  in  series  parallel.  Comparing  the  8.6-ohm  coils 
joined  in  series  parallel  with  the  2.26-ohm  coils  connected  all  in 
series,  it  was  found  that  the  latter  arrangement  was  about  2  per 
cent  more  efficient  than  the  8.6-ohm  coils. 

The  performance  of  the  6.3-ohm  coil  is  of  interest  in  view  of  the 
fact  that  it  was  made  of  a  single  size  (No.  28)  wire,  to  utilize  the 
best  part  of  the  21.1-ohm  coil  previously  mentioned.  It  pro- 
duced a  deflection  of  2.67  cm;  and  imder  the  same  conditions  the 
2 1 . 1  -ohm  coil,  of  graded  wire,  gave  a  deflection  of  5.07  cm.  When 
used  with  an  external  resistance  of  about  6  ohms,  the  above  6.3- 
ohm  coils  would  be  joined  in  series  parallel,  thus  producing  a 
deflection  of  5.34  cm.  Similarly,  the  four  21.1-ohm  coils  would 
all  be  joined  in  parallel,  having  a  resistance  of  5.3  ohms  and  pro- 
ducing a  deflection  of  5.07  cm;  or  5.53  cm  on  the  basis  of  equal 
resistance.  There  is  therefore  but  little  difference  (only  4  per 
cent)  in  the  efficiency  of  these  two  coils.  Of  course,  a  6-ohm  coil 
of  graded  wire  may  perhaps  be  found  which  exerts  a  greater  force 
than  this  coil  which  was  made  of  a  single  size  of  wire.     However, 

»  Ayrton,  Mather,  and  Sumpner,  Phil.  Mag.,  80,  p.  58;  1890.  •  This  Bulletin,  11,  p.  13a;  1914. 
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the  gain  in  the  force  exerted  by  the  6-ohm  coil  of  graded  wire  can 
not  be  expected  to  be  very  great  in  view  of  the  fact  that,  theoreti- 
cally, a  4-coil  galvanometer  of  6-ohni  coils  joined  in  series  parallel 
is  no  more  efficient  than  a  galvanometer  of  24-ohm  coils  joined  all 
in  parallel,  and  in  view  of  the  fact  that  in  practice  the  low-resistance 
coils  joined  in  series  were  found  to  be  but  little  more  efficient  than 
coils  of  four  times  this  resistance,  which  were  joined  all  in  parallel. 
Other  facts  must  also  be  considered;  for  example,  the  range  of 
proportionality  of  deflection  with  current  may  be  small  for  the 
6-ohm  coil  of  single  wire,  while  it  is  known  to  hold  over  a  wide 
range  (20  cm  deflection,  scale  at  i  m)  in  the  21.1-ohm  coil. 

The  data  on  the  21 -ohm  coils  are  of  interest  in  view  of  the 
fact  that  this  type  of  coil  has  been  extensively  used,  being  wotmd 
to  fit  closely  the  theoretical  specifications.  The  coil  is  in  three 
sections  of  Nos.  38,  34,  and. 28  wire.  One  peculiarity  in  this 
type  of  coil  is  that  the  force  exerted  by  the  inner  section  is  from 
50  to  60  per  cent  less  than  that  exerted  by  the  outer  section, 
although  the  force  exerted  was  supposed  to  be  closely  the  same  for 
each  section.  Another  coil  of  this  t3rpe  gave  similar  results. 
That  this  is  not  due  to  the  fact  that  the  coils  were  imbedded  in 
Swedish  iron  was  proven  by  repeating  the  test  on  coils  mounted 
in  a  brass  support.  The  explanation  is  no  doubt  to  be  foimd 
in  the  fact  that  when  using  the  finest  wire  with  its  disproportion- 
ately thick  insulation  as  compared  with  a  heavy  wire,  the  resist- 
ance per  turn  of  wire  increases  much  more  rapidly  than  obtains 
in  the  heavier  wire.  The  outer  section  contains  more  than  15 
times  the  length  of  wire,  for  the  same  resistance,  and,  as  is  well 
known,  after  passing  out  a  certain  distance  from  the  center  of 
the  coil,  the  force  exerted  by  each  tmn  d^reases  but  little  with 
increase  in  diameter.  All  the-  coils  just  described  are  from  31 
to  34  mm  in  diameter. 

The  20.8-ohm  coil  (Table  i)  is  one  of  the  earliest  designs  worked 
with  by  the  writer."  This  coil  has  a  rather  small  diameter  and  its 
performance  is  poor.  The  proportionality  of  deflection  to  cturent 
does  not  obtain  for  deflections  greater  than  6  to  7  cm.    This 
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a  more  stiitable  magnet  system  as  compared  with  the  21.1-ohm 
coils  (Fig.  2,  the  opened  galvanometer  to  the  right  in  this  photo- 
graph) which  were  used  with  the  vacuum  thermocouples  used 
in  xneasuring  the  radiation  from  stars.  The  foregoing  data  are 
necessarily  of  a  preliminary  nature  in  view  of  the  numerous 
factors  which  enter  into  the  design  of  efficient  galvanometer 
coils.  The  chief  aim  in  the  present  commimication  is  to  call 
attention  to  the  disagreement  between  certain  theoretical  speci- 
fications and  the  results  obtained*  by  experiment,  which  empha- 
sizes the  importance  of  further  investigations. 

m.  COMPARISON  OF  ASTATIC  MAGNET  SYSTEMS 

Various  experimenters  have  made  tests  on  the  lengths  of  the 
magnets  to  be  used  in  a  galvanometer  suspension,  and  the  con- 
clusion arrived  at  is  that  the  magnets  should  be  from  1.5  to  2 
mm  in  length.  The  tests  from  which  these  conclusions  were  drawn 
were  made  on  single  magnets.  In  view  of  the  fact  that  the 
size  of  the  mirror  is  a  very  important  factor  bx  determining  the 
sensitivity,  it  was  deemed  of  importance  to  make  tests  on  com- 
plate  magnet  systems  in  which  the  mirrors  were  of  the  same  size 
and  thickness*®  ?ind  only  the  lengths  of  the  magnets  were  varied. 
Each  system  consisted  of  two  groups  of  magnets  (tungsten  steel 
"glass  hard"  magnetized  in  a  c  a  shaped  device  after  mount- 
ing), four  magnets  in  each  group,  the  width  of  each  magnet  being 
about  0.25  mm  and  the  thickness  being  about  o.i  mm. 

In  one  system  (Fig.  3,  A  A  A),  the  magnets  were  2  mm  long; 
in  the  other  system  the  magnets  were  4  mm  long.  (Fig.  3, 
XXX),  and  the  latter  gave  only  about  two-thirds  the  deflec- 
tion of  the  former  for  the  same  stimulus.  In  this  test  the  mirrors 
were  2.0  by  2.8  mm.  In  another  suspension  having  needles  2.2 
mm  long  and  having  mirror  3  mm  diameter  the  sensitivity  (Fig. 
3,  O  O  O)  is  the  same  as  for  the  long  needles.  In  other  words, 
the  large  mirror  reduces  the  sensitivity  by  about  30  per  cent. 

In  another  suspended  system  of  magnets  a  decrease  in  sensi- 
tivity of  over  20  per  cent  was  introduced  by  substituting  a  mirror 
2.5  mm  in  diameter  for  one  which  was  1.5  by  2.5  mm.  In  the 
latter  the  longer  edge  was,  of  course,  placed  vertically  in  order  to 
reduce  the  inertia. 

In  Fig.  2  are  shown  several  astatic  magnet  systems.  The  largest 
one  contains  eight  magnets  (in  two  groups)  each  one  of  which 
is  2  mm  in  length.     The  mirror  is  rotated  90°  from  its  true  posi- 


"  This  Bnlletixi,  11,  p.  177;  1914.    "Gahmnometer Mirrors." 
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tion  to  show  its  size.  The  distance  between  the  two  sets  of  mag- 
nets is  35  mm.  The  next  to  the  largest  magnet  system  belongs  to 
the  galvanometer  to  the  right  in  the  photograph.  It  was  used  in 
measuring  the  heat  from  stars.  The  smallest  magnetic  system 
(magnets  i  mm  long)  was  used  with  the  20.8-ohm  coils  (just  de- 
scribed), which  were  20  mm  in  diameter. 

mm 


Fig.  3. — Variation  of  setuitiviiy  with  length  of  needle 

IV.  TEST  OF  SHIELDING  AGAINST  MAGNETIC 
DISTURBANCES 

The  greatest  advances  in  the  improvement  of  the  Thomson  gal- 
vanometer in  recent  years  have  resulted  from  providing  it  with  a 
suitable  protection  against  magnetic  perturbations  and  air  cur- 
rents.    The  latter  can,  of  coiuse,  be  eliminated  by  placing  the  in- 
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galvanometer  needle  by  air  currents  is  eliminated.  In  such 
an  instrument  a  current  sensitivity  of  i«=  2  x  la-"  amperes  (scale 
at  2  w)  is  easily  maintained. 

From  a  theoretical  standpoint  Wills"  has  shown  that,  given  the 
innermost  and  outermost  radii  of  the  system  of  three  concentric 
hollow  spheres  or  cylinders,  the  maximum  shielding  will  be  ob- 
tained when  the  inner  and  outer  radii  of  the  successive  shells,  and 
the  air  spaces  separating  them  are  in  the  same  geometrical  progres- 
sion. Using  transformer  iron  one  could  easily  make  up  cylinders 
according  to  these  specifications. 

In  practice  it  has  been  found  desirable  to  use  as  much  metal  as 
possible  and  to  place  the  iron  shields  as  close  as  possible  to  the 
coils.  In  the  earliest  designs  "  the  writer,  following  the  custom 
then  in  vogue,  moimted  the  coils  in  a  brass  frame  (having  an  ex- 
cessive air  space)  siuroimded  with  wrought-iron  gas  pipe  30  cm  in 
length,  7,  ID,  15,  and  20  cm  in  diameter,  and  4  to  6  mm  in  thick- 
ness. The  smallest  of  these  shields  caused  disturbances,  due  to 
permanent  magnetization,  and  was  discarded.  The  shielding  was 
improved  by  adding  a  cylinder  made  of  transformer  iron  (about 
20  cm  high  and  9  cm  in  diameter;  8  ttuns;  thickness  0.4  mm)  and 
a  large  outside  shield  32  cm  in  diameter.  This  proved  effective 
for  a  while,  but,  the  magnetic  disturbances  in  the  vicinity  of  the 
laboratory  becoming  greater,  the  brass  moimting  was  discarded 
and  the  coils  were  embedded  in  Swedish  iron.*'  The  fluctuation 
of  the  zero  reading  on  the  galvanometer  scale  is  shown  in  Fig.  4 
(dotted  curve  represents  a  second  series  of  observations) ,  when  the 
coils  were  in  a  brass  moimting  (galvanometer  No.  i),  the  shields 
consisting  of  the  ** inner  shield"  of  transformer  iron  (about  16 
ttuns;  thickness  0.4  mm)  and  four  cylinders  of  iron  pipe,  12,  15, 
20,  and  32  cm,  respectively,  in  diameter.  In  Fig.  5  is  shown  the 
fluctuation  of  the  zero  scale  reading  of  galvanometer  No.  2,  con- 
sisting of  the  Swedish-iron  moimting,  the  so-called  inner  shield  of 
transformer  iron  (9  cm  in  diameter,  6  mm  in  thickness;  about 
16  turns;  thickness  0.4  mm),  and  a  cylinder  of  single  thickness  of 
soft  iron  pipe  20  cm  in  diameter.  (See  Table  2.)  The  observa- 
tions on  these  two  galvanometers,  which  stood  side  by  side,  were 
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add  further  shields  to  the  u-onclad  mounting  and  cover  the  top 
with  a  layer  of  transformer  iron  about  5  mm  in  thickness.  The 
complete  shielding  outfit  of  this  galvanometer  consisted  of  the 
Swedish-iron  motmting,  the  ''inner  shield"  of  transformer  iron, 
and  the  iron  cylinders  12,  15,  20,  and  32  cm  in  diameter.    As 


N 
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Fro.  4. — Fluctuation  cf  galvanometer  needle  when  mounted  in  a  brass  frame  and  shielded 
with  several  cylinders  of  gas  pipe 

shown  in  Fig.  6,  the  fluctuations  in  the  zero  scale  reading  are 
reduced  to  0.2  mm,  the  galvanometer  sensitivity  being  i  =  5  X 10-" 
ampere  and  the  complete  period  being  less  than  three  seconds. 
From  this  it  may  be  seen  that  in  view  of  the  fact  that  only  a  few 
seconds  of  time  are  required  to  make  a  reading,  one  can  easily 
obtain  plenty  of  good  observations  without  being  obliged  to  make 
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VlQ.  5. — Fluctuation  of  itro  reading  of  the  needle  in  an  ironclad  mounting,  surrounded 
viitk  one  cylinder  of  gas  pipe  zo  cm  in  diameter 
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measurements  when  the  zero  is  imsteady.  From  the  behavior 
illustrated  in  Fig.  6  it  is  evident  that  ordinary  magnetic  disturb- 
ances can  be  greatly  reduced  and  that  the  Thomson  galvanometer 
can  be  given  a  much  wider  application  than  has  been  possible  here- 
tofore. 

The  determination  of  the  munerical  value  of  the  shielding  was 
made  on  another  ironclad  galvanometer  which  is  a  duplicate  of 
No.  2,  just  described.  The  test  was  made  with  a  single  magnet, 
2  mm  long,  attached  to  a  glass  rod  which  held  also  the  mirror. 
This  magnet  was  suspended  in  a  glass  tube  provided  with  a  plane 
glass  window.  This  glass  tube  rested  upon  the  concrete  base 
which  supported  the  galvanometer  and  shields.  The  latter  were, 
of  coin"se,  temporarily  removed  and  the  magnet  was  suspended 
at  the  same  height  from  the  support  as  obtained  when  it  was  sus- 
pended in  the  ironclad  (Swedish-iron)  motmting.  The  deflecting 
field  was  produced  by  an  electric  current  passed  through  a  solenoid 
about  31  cm  long,  5.5  cm  in  diameter,  and  containing  about  280 
turns  of  No.  16  wire.  This  solenoid  was  at  right  angles  to  the 
magnetic  meridian  and  was  placed  at  the  base  of  the  galvanome- 
ter support,  at  a  distance  of  about  42  cm  from  the  needle.  A 
control  magnet  was  used  to  give  the  needle  a  single  swing  of  two 
seconds  under  which  conditions  a  cturent  of  0.04  ampere  through 
the  solenoid  produced  a  deflection  of  over  250  mm  when  the 
magnet  needle  was  in  the  unshielded  glass  tube.  The  glass  tube 
was  then  replaced  by  the  ironclad  (Swedish-iron)  support,  "I.  C," 
and  the  needle  was  suspended  therein.  Using  a  single  swing  of 
two  seconds  the  0.04  ampere  through  the  solenoid  produced  a 
deflection  of  only  about  25  mm.  In  other  words,  the  shielding 
ratio  was  10.  This  is  on  the  basis  that  the  shielding  ratio  is 
di  ti  ia-^da  ^1  ti  where  /i,  di,  ii  are  the  time  of  vibration  and  the 
deflection  for  a  current  t,  in  the  solenoid  for  the  imshielded  needle 
and  ^2,  cJa,  ia  are  the  corresponding  quantities  when  the  needle 
was  shielded  by  the  ironclad  mounting.  It  was  previously  proven 
experimentally  that  for  a  given  current,  the  deflection  was  pro- 
portional to  the  time  of  vibration  of  the  needle. 

The  so-called  inner  shield  (*'I.  S."  in  Table  2)  was  then  put  in 
place,  when  a  current  of  0.04  ampere  (a  larger  current  was  used 
when  all  the  shields  were  in  place)  through  the  solenoid  produced 
a  deflection  of  only  4.2  mm,  which  is  equivalent  to  a  shielding 
ratio  of  58.  This  was  verified  the  following  day,  giving  the  mean 
values  assembled  in  Table  3.    The  additional  shields  to  this  gal- 
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vanometer  consisted  of  five  cylinders  of  extra  heavy  wrought- 
iron  gas  pipe,  25.5  cm  in  height  and  increasing  in  diameter  from 
12  cm  for  Si  to  22  cm  for  Sg,  as  shown  in  Table  2.  From  the 
data  given  in  Table  3  it  is  to  be  observed  that  the  addition  of  one 
cylinder  of  wrought  iron,  S„  produced  a  shielding  ratio  of  226; 
and  that  it  required  the  complete  set  of  five  shidds  in  order  to 
produce  a  shielding  ratio  of  about  1700.  Covering  the  top  of 
these  shields  with  three  sheets  of  transformer  iron  increased  the 
shielding  ratio  to  about  1800. 

TABLE  2 

Dimensions  of  Swedish  Iron  Mounting,  I.  C,  and  of  Various  Shields  of  Gas  Pipe 

[OtttBidc  dhnfimions  of  ironclad  mountins.  I.  C,  4>8  by  5.0  by  9  cm.    Length  of  all  shidds,  S5.5  cm.  except 
the  inner  shield.  I.  S..  which  was  16.5  cm  in  height.] 


Shield 

Inner 
diameter 

Thickness 
of  waU 

BitnhMfy: 
LS 

78 
121 
146 
165 
193 
220 

128 
156 
180 
205 
228 

mm 
7 

9.5 
8.5 

1L5 
11.5 
13.0 

6 

7 

7.5 

7 

8 

Si 

St 

Se. 

Si, 

a^ 

Sisgto  thidaiesB: 
Si 

8t 

Si 

Si 

S^ 

TABLB  3 

Reduction  in  the  Ma^etic  Disturbance  of  the  Magnet  Needle  (the  ''Shielding  Ratio") 
by  IndoBing  it  in  Various  Cylinders  of  Extra  Heavy  Wrought  Iron.    (See  Table  2) 


Kind  of  shield 

Shieldfaic 

ratio 

lai 

57.5 
226.0 
373.0 
675.0 
169a  0 

179a  0 

I.  C.+L  S.  ('Mnner  shield") 

LC.+LS.+S1..I 

L  C.+L  S.+Si+Si 

I.  C.+L  S.+Si+Srl-S8 

I.  C.+L  S.+Si+Si+Si+Si+Sa 

Ibid,  eovered  with  3  sheets  of  trans- 
fonnerison 

I    n  _i_f    ft  -U.Q.  J-«S-_i..G._LQ._L.Q.  fmlt  A« 
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Using  five  cylinders  of  single  thickness  (see  Table  2  for  thickness 
of  material)  wrought-iron  gas  pipe,  instead  of  the  same  nmnber 
of  extra  heavy  cylinders  just  described,  the  shielding  ratio  was 
only  about  one-half  as  large.  This  shows  the  importance  of  using 
the  heaviest  shields  that  (5an  be  obtained.  The  total  weight  of 
iron  in  this  galvanometer  when  using  the  extra  heavy  iron  shields 
was  over  64  kgs. 

The  shielding  ratio  is  apparently  only  one-half  that  attained  by 
Nichols  and  Williams."  It  is  to  be  noted,  however,  that  they 
reduced  their  observations  on  the  basis  that  the  deflection  pro- 
duced is  proportional  to  the  square  of  the  time  of  vibration.  In 
the  present  test  with  all  the  shields  in  place,  the  time  of  vibration 
(single  swing)  happened  to  be  four  seconds  instead  of  two  sec- 
onds which  obtained  when  the  magnet  was  in  the  unshielded  glass 
tube.  On  the  basis  that  the  deflection  is  proportional  to  the 
square  of  the  period  (which  is  true  only  for  a  vacuum  galvanome- 
ter) the  shielding  ratio  would  be  four  times  the  value  recorded. 
From  all  the  experimental  data  at  hand,  concerning  the  time  of 
swing  of  a  galvanometer  needle  in  air,  the  reduction  of  observa- 
tions on  the  basis  of  the  square  of  the  period  is  erroneous.  In  this 
test  conditions  were  closely  the  same  as  those  which  obtain  in 
practice,  excepting  that  an  astatic  system  is  less  easily  perturbed 
than  a  single  needle.  From  the  experimental  work  of  Nichols 
and  Williams  the  shielding  ratio  would  be  greatly  increased  by 
annealing  the  iron  cylinders.  In  the  present  test  the  cylinders 
were  not  annealed. 

In  view  of  the  fact  that  this  shielding  test  was  not  applied  to 
galvanometer  No.  2  (Fig.  6)  it  may  be  added  that  its  zero  reading 
is  as  steady  as  the  new  galvanometer,  showing  that  its  shielding 
is  sufficient  in  the  present  location,  although  it  can  not  be  as 
effective  as  the  new  combination  which  employs  the  extra  wrought- 
iron  cylinders  just  described. 

V.  TEST  OF  A  VACUUM  GALVANOMETER 

In  a  previous  paper  "  experiments  were  described  on  the  behav- 
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removing  the  residual  air  by  means  of  hot  metallic  calcium. 
Furthermore,  it  was  of  interest  to  make  the  test  on  a  single  set  of 
magnet  needles  instead  of  an  astatic  system,  in  view  of  the  excel- 
lent magnetic  shielding  just  described,  which  makes  it  possible 
to  dispense  with  the  astatic  system  of  magnet  needles.  In  the 
t^t  just  described  on  magnetic  shielding,  it  was  noticed  that  the 
single  set  of  magnet  needles  was  practically  as  well  shielded  as 
the  astatic  system  consisting  of  two  sets  of  magnet  needles.  The 
obvious  advantages  in  using  a  single  set  of  magnet  needles  are  (i) 
the  requirement  of  but  two  galvanometer  coils  and  (2)  the  reduc- 
tion of  the  weight  of  the  magnet  system;  thus  practically  doubling 
the  sensitivity.  Theoretically,  of  cotu-se,  each  set  of  magnets  in 
an  astatic  system  is  affected  by  the  cmrent  in  the  adjacent  coils, 
thus  increasing  the  deflection.  Hence,  one  set  of  magnet  needles 
would  not  be  so  eflSdent  magnetically  in  spite  of  the  increase  in 
sensitivity  due  to  decrease  in  weight.  In  other  words,  the  sensi- 
tivity would  not  be  quite  doubled  by  simply  removing  one  set  of 
magnets  from  the  astatic  system.  Owing  to  mechanical  difficul- 
ties in  construction  it  is  frequently  found  difficult  to  obtain  agree- 
ment between  theory  and  practice.  However,  in  the  present  case 
there  is  a  close  agreement  with  theory.  It  will  be  shown  presently 
that  the  single  set  of  magnets,  in  an  astatic  pair,  is  not  quite  twice 
as  efficient  (sensitive)  as  the  astatic  pair. 

In  the  experiments  now  to  be  described  the  sensitivity  of  an 
astatic  S3^stem  in  air  was  determined  for  different  periods.  The 
lower  set  of  magnets  was  then  removed  (see  Fig.  2  for  photographs 
of  astatic  magnet  systems)  and  the  sensitivity  was  again  tested 
for  different  periods.  In  both  tests  only  the  two  upper  (21 -ohm) 
coils  of  the  galvanometer  previously  employed  in  measiuing  heat 
from  stars  (Fig.  2)  were  used.  The  coils  were  joined  in  parallel 
giving  a  resistance  of  about  10  ohms.  A  still  higher  sensitivity 
than  was  attained  in  the  present  tests  is  to  be  expected  by  using 
two  coils  of  low  resistance  joined  in  series. 

For  making  the  test  in  a  vacutmi  the  galvanometer  was  placed 
on  a  grotmd  glass  and  covered  with  a  glass  bell  jar  about  9  cm.  in 
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of  course,  merely  a  temporary  arrangement  for  making  this  test. 
The  vacumn  galvanometer  for  star  work  will,  of  course,  be  properly 
designed  as  the  results  of  these  various  tests. 

The  astatic  system  of  magnets  used  in  these  tests  consisted  of 
two  groups  of  magnets.  Each  group  consisted  of  four  magnets 
from  1.4  to  1.6  mm  in  lenght,  0.25  mm  in  width,  and  o.i  mm  in 
thickness.  The  glass  staff  was  o.i  mm  in  thickness.  The  two 
groups  of  magnets  were  29  mm  apart;  and  the  glass  mirror  was 
attached  at  the  center  of  the  staff.  This  glass  mirror  was  plati- 
nized by  cathode  disintegration.  It  was  made  from  especially 
prepared  glass  *^  0.15  mm  in  thickness.  Its  surface  was  1,3  mm 
by  1.6  mm.  By  using  a  telescope  with  a  very  good  eyepiece,  a 
still  smaller  mirror  could  be  used.  In  photographic  registration 
a  much  smaller  mirror  could  be  used,  thus  increasing  the  sensi- 
tivity. 

The  current  used  to  excite  the  galvanometer  was  i=  1.45  X  lor* 
amperes.  This  produced  the  deflections  shown  in  curve  i,  Fig.  7, 
the  scale  being  at  1.4  m.  Using  this  suspension  the  deflection  is 
directly  proportional  to  the  period,  as  reported  in  previous  papers, 
when  using  heavy  suspensions  in  air. 

On  removing  the  lower  set  of  magnets,  the  weight  of  the  suspen- 
sion (which  was  now  about  i  .8  mg)  was  so  much  reduced  that  slight 
tremors  were  noticeable.  As  shown  in  curve  2,  Fig.  7,  the  sensi- 
tivity was  about  doubled  by  removing  the  lower  set  of  magnets. 
This  curve  gives  observations  made  on  two  different  days,  the  values 
being  slightly  lower  on  the  second  day.  The  air  damping  is  very 
marked  as  shown  by  the  curvature  in  the  graph. 

On  reducing  the  air  pressure  to  about  0.1  mm  the  sensitivity  of 
this  set  of  magnets,  for  a  two-second  swing  is  2.5  times  that  of  the 
astatic  system.  Finally,  by  removing  the  residual  air  by  heating 
the  metallic  calcium,  the  sensitivity  is  proportional  to  the  square 
of  the  period  (curve  3,  Fig.  7),  so  that  by  changing  the  time  of 
single  swing  from  two  seconds  to  six  seconds  the  sensitivity  is 
increased  from  t = 9  x  icr^^  amperes  to  i  =  i  x  lor-"  amperes. 
The  previous  work  on  stars  indicated  that  a  single  swing  of  five  to 
six  seconds  is  easily  controlled. 

With  all  the  air  removed  a  new  difficulty  arises  from  the  lack  of 
damping  of  the  galvanometer  needle,  which  keeps  swinging  back 
and  forth  10  to  15  times  before  coming  to  rest.  In  practice  it 
may  therefore  be  better  to  have  a  small  amount  of  air  present  for 

"  This  Bulletin.  11,  p.  177;  19x4. 


Digitized  by 


Google 


ccbumtt]        Experimental  Tests  on  Thomson  Galvanometers 


441 


damping,  instead  of  providing  other  means  for  bringing  the  needle 
to  rest. 

The  performance  of  the  galvanometer  suspension  used  in  1914 
in  measuring  the  radiation  from  stars  "*  is  shown  in  curve  5,  Fig.  7, 


0  i      .     Z  5  H-  5"  6  Sec. 

FlG.  7. — Test  of  current  sensitivity  of  a  galvanometer  in  air  and  in  a  vacuum 
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only  one  set  of  magnets  of  this  astatic  pair,  a  still  higher  sensi- 
tivity is  to  be  expected  than  was  attained  with  the  suspended 
system  just  described. 

From  the  foregoing  tests  it  is  evident  that  the  sensitivity  of  this 
outfit  is  about  lo  times  (for  the  same  swing)  that  used  in  the 
preceding  measurements  of  heat  from  stars.  This  was  accom- 
plished by  using  a  Ughter  suspension  in  a  vacuum.  It  is  to  be 
remembered,  however,  that  a  lighter  suspension  had  been  pro- 
vided for  the  previous  work,  but  not  having  a  separate  pier  for  the 
galvanometer  no  attempt  was  made  to  use  a  higher  sensitivity 
than  i  =  I  X  lO"*®  amperes. 

These  tests  are,  of  cotu-se,  only  preliminary  and  of  a  ciu-sory 
nature.  By  concentrating  one's  efforts  upon  the  vacuum  galva- 
nometer as  it  will  be,  used  (by  trying  various  suspensions)  it  ap- 
pears possible  to  produce  a  sensitivity  of  i  =  5  X  lo-"  amperes  on 
a  single  swing  of  five  to  six  seconds,  so  that  by  reading  to  a  frac- 
tional part  of  a  scale  division  one  can  observe  deflections  caused 
by  currents  of  the  order  of  i  X  lo-"  amperes.  Such  a  high  sensi- 
tivity is  possible  with  the  set  of  magnets  used  in  the  present  test 
by  lengthening  the  time  of  swing  from  eight  to  nine  seconds. 
The  general  experience  in  radiometric  work  is  that,  at  certain 
times,  meteorological  conditions  are  sufficiently  steady  so  that  the 
time  of  single  swing  of  the  galvanometer  can  be  increased  to  12 
or  15  seconds  (observations  on  curve  2,  Fig.  7,  were  made  on  a 
single  swing  of  16  to  17  seconds),  thereby  enabling  one  to  obtain 
a  sensitivity  of  i=»i  Xio""  amperes,  and,  by  reading  fractional 
parts  of  a  scale  division,  5  x  ic"  amperes. 

For  controlling  such  a  high  sensitivity  it  will  be  necessary  to 
design  the  instrtunent  so  as  to  shield  it  from  static  changes  such  as 
were  observed  in  the  previous  measurements  of  stellar  radiation. 

In  the  previous  paper,"  giving  the  meastu-ements  on  the  radia- 
tion from  stars,  the  conclusion  arrived  at  was  that  it  is  desirable 
to  increase  the  sensitivity  of  the  stellar  radiometer  20  times;  by 
increasing  the  sensitivity  of  the  thermopile  2  times  and  the  gal- 
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VI.  SUMMARY 

The  present  paper  gives  the  results  of  an  investigation  of  the 
force  exerted  by  various  galvanometer  coils  as  compared  with  a 
set  of  three  coils  used  as  standards.  Some  of  the  coils  were  wotmd 
according  to  theoretical  requirements,  while  others  were  woimd 
empirically.  Ntunerical  data  are  given  relating  to  the  force 
exerted  by  coils  having  various  resistances.  A  simple  coil  is 
described,  woimd  with  a  single  size  of  wire  (No.  28)  which  was 
fotmd  to  be  very  efficient. 

A  9-ohm  coil  (see  test  on  the  8.6-ohm  coil)  is  described  which  is 
very  efficient  and  is  well  adapted  to  be  used  with  the  bismuth- 
silver  thermopiles  previously  described. 

A  comparison  is  made  of  various  astatic  magnet  systems  and 
data  are  given  showing  the  importance  of  using  small  mirrors  in 
order  to  increase  the  sensitivity. 

Experiments  are  described  on  shielding  the  galvanometer  needle 
from  external  magnetic  disturbances.  The  galvanometer  coils  are 
motmted  in  cavities  cut  into  blocks  of  Swedish  iron,  which  reduce 
the  air  space  and  act  as  a  magnetic  shield.  This  elimination  of 
convection  currents  greatly  improves  the  steadiness  of  the  needle 
system.  Various  shields  are  described,  consisting  of  laminated 
cylinders  made  from  transformer  iron  and  solid  cylindrical  shells 
cut  from  wrought-iron  gas  pipe.  By  imbedding  the  galvanometer 
coils  in  blocks  of  Swedish  iron  which  are  surrotmded  by  cylindrical 
shells  of  transformer  iron  and  of  wrought  iron,  the  effect  of  exter- 
nal magnetic  perttubations  upon  the  astatic  needle  system  is  easily 
reduced  to  1/2000  of  its  original  value. 

Experiments  on  a  vacuum  galvanometer  are  described,  in  which 
a  sensitivity  was  attained  which  is  more  than  tenfold  that  used 
in  the  writer's  previous  work  on  stellar  radiation. 

Washington,  October  8,  1915. 
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NOTE  I.     MOUNTING  FOR  VACUUM  THERMOPILES 

The  object  of  this  note  is  to  summarize  some  of  the  results 
given  in  previous  papers  on  thermopiles  and  to  describe  a  new 
mounting  for  vacuum  thermopiles. 

During  the  past  few  years  there  has  arisen  a  need  for  a  sensitive 
radiometer  for  measuring  light  stimuli  which  are  used  in  various 
physical,  physiological,  and  psychological  problems.  The  instru- 
ment must  be  simple  in  operation  so  that  it  can  be  used  by  expe- 
rimenters who  have  had  but  little  experience  in  radiometry.  The 
linear  thermopile  of  bismuth  ^^  with  connecting  wires  of  copper  or 
silver  was  designed  with  the  view  of  supplying  this  need  of  a  sensi- 
tive radiometer  which  can  be  operated  in  air,  thus  avoiding  an 
additional  equipment  for  maintaining  a  vacuiun.  However,  as 
mentioned  in  previous  papers,  the  linear  thermopile  is  not  an  effi- 
cient instrument  in  comparison  with  a  single  thermojunction. 
For  example,  a  linear  thermopile  of  i6  jimctions  is  only  foiu*  times 
as  sensitive  as  a  single  junction  of  this  same  instrument.  In  a 
vacuiun,  such  as  one  can  easily  produce  with  an  oil  pianp,  the 
sensitivity  of  the  linear  thermopile  is  doubled,  so  that,  by  reduc- 
ing the  gas  pressure  to  0.005  to  o.oi  mm,  the  sensitivity  of  the 
linear  thermopile  is  from  eight  to  ten  times  that  of  a  single  jimc- 
tion  of  bismuth-silver  (or  copper)  in  air. 

Copper  or  silver  connecting  wires  are  used  in  the  linear  thermo- 
pile in  order  to  maintain  a  low  resistance.  When  using  a  single 
thermocouple  the  resistance  is  of  minor  importance.  It  is  there- 
fore possible  to  increase  the  radiation  sensitivity  of  the  thermo- 
junction by  using  a  metal  which  has  a  lower  heat  conductivity 
than  copper  or  silver.  In  the  thermocouples  used  in  meastuing 
heat  from  stars**  the  radiation  sensitivity  was  doubled  by  con- 
necting the  bismuth  with  platimun  instead  of  silver  wire.    Thp 
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thermojunction  used  in  air.  In  other  words,  this  single  junction 
of  bismuth-platinum,  in  a  high  vacutun,  was  about  twice  as  sensi- 
tive as  a  linear  thermopile  in  air,  having  16  jtmctions  of  bismuth- 
copper  (or  silver)  and  having  sixteen  times  the  receiving  surface. 
However,  greater  care  is  required  in  operating  the  vacuum  ther- 
mocouple. 

The  method  of  construction  of  a  radiometer  depends  entirely 
upon  the  manner  in  which  the  instrument  is  to  be  applied.  The 
most  conunon  use  of  a  thermopile  is  no  doubt  in  connection  with 
spectral  energy  measurements,  and  the  present  discussion  has 
reference  to  this  particular  application.  As  mentioned  in  previ- 
ous papers,  but  little  work  has  been  done  on  the  radiation  from 
solids  and  gases  in  the  visible  and  ultra-violet  part  of  the  spec- 
trum. This  is  attributable  chiefly  (i)  to  the  low  intrinsic  bril- 
liancy of  most  of  the  present-day  illimiinants,  (2)  to  the  low  light- 
gathering  power  of  the  telescopes  used  in  the  spectrometers,  and 
(3)  to  the  low  sensitivity,  of  the  radiometers.  The  amount  of 
energy  to  be  measured  is  defined  by  the  width  and  height  of  the 
spectrum.  By  using  a  curved  radiometer  slit  which  fits  the 
curvature  of  the  image  of  the  spectroscope  slit  it  is  possible  to 
utilize  a  greater  height  of  the  spectnun  than  is  possible  with  the 
slits  which  are  usually  supplied  by  makers  of  spectroscopic  appa- 
ratus, and  the  amotmt  of  radiant  energy  available  is  proportion- 
ately increased.  In  cases  where  the  absorption  of  the  mirror  is 
negligible  or  where  corrections  can  be  applied  to  the  energy 
measiu-ements  it  is  more  efficient  to  use  a  single  thermojtmction 
and  concentrate  the  whole  spectral  line  upon  it  by  means  of  a 
concave  cylindrical  mirror  than  to  use  a  linear  thermopile  which 
intercepts  the  whole  length  of  the  spectrometer  slit.^*  By  this 
means  one  will  obtain  about  sixteen  times  the  sensitivity  of  a  single 
thermojimction,  whereas  a  sensitivity  (a  galvanomer  deflection) 
of  only  foiu:  times  that  of  a  single  junction  would  be  produced  by 
a  linear  thermopile  of  16  jimctions  which  intercepted  all  the  radia- 
tions falling  upon  the  spectrometer  slit. 

The  thermopile,  while  more  steady  than  a  bolometer,  is  not 
entirely  free  from  distinrbances  by  air  currents.  It  is  therefore 
desirable  to  use  it  in  a  well-constructed  chamber  which  can  be 
evacuated.  This  increases  both  the  steadiness  of  the  galvanom- 
eter readings  and  the  sensitivity  of  the  radiometer.  It  is  desirable 
to  be  able  to  use  the  instnmient  in  an  independent  mounting  as 

"  This  Bulletin,  11,  p.  X69;  19x4. 
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well  as  when  attached  to  a  spectroscope.  Both  the  vacuum  ar- 
rangement and  the  interchangeable  motmting  are  therefore  em- 
bodied in  a  new  design  shown  in  Fig.  8,  which  shows  the  con- 
tainer for  the  thermopile  raised,  thus  exposing  the  spectrometer 
slit,  S.  The  vacuum  container  is  provided  with  a  wide  (12  nun) 
flange  amd  the  cover  is  suflSciently  thick  (5  mm),  to  prevent  warp- 
ing, so  that  the  vacuum  is  more  easily  maintained  than  in  the 
design  previously  described.  The  opening  for  admitting  radiation 
upon  the  thermopile  is  covered  with  a  window,  as  shown  in  Fig.  4 
of  the  previous  paper.**  The  lead  wires  of  the  thermopile  are 
brought. out  of  tibe  container  by  passing  them  through  a  fiber 
bushing  and  attached  to  copper  binding  posts,  as  shown  in  the  pho- 
tograph. A  bit  of  Chatterton  compound  is  applied  at  the  point 
where  the  wires  emerge  from  the  fiber  bushing.  In  this  manner 
it  is  possible  to  easily  produce  an  air-tight  connection  to  the 
thermopile. 

In  the  designs  previously  described,-  the  heavy  copper  binding 
posts,  which  acted  as  heat  reservoirs,  extended  into  the  containing 
vessel,  and  the  lead  wires  to  the  thermopile  were  attached  on  the 
inside  of  the  receptacle.  In  this  manner  air  currents  could  not 
easily  cause  temperature  fluctuations  in  the  wires.  In  the  present 
design  the  conducting  wires  to  the  thermopile  are  attached,  within 
the  receptacle,  to  heavy  (No.  24)  copper  wires  which  pass  through 
the  insulating  bushing  to  the  heavy  copper  binding  posts,  as 
shown  in  Fig.  8.  Air  currents  across  the  exposed  parts  of  these 
wires  xnay  cause  temperatm-e  fluctuations  which  may  be  commu- 
nicated to  the  thermopile.  The  exposed  parts  of  these  heavy  lead 
wires  between  the  binding  posts  and  the  container  are  therefore 
covered  with  rubber  tubing  in  order  to  shield  them  from  air  cur- 
rents. The  lead  wires  to  the  galvanometer  are  heavy  "twisted 
lamp  cord,**  as  previously  described. 

^  This  Bulletin,  11.  p.  156;  19x4. 
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VOLUME  EFFECT  IN  THE  SILVER  VOLTAMETER 


By  E.  B.  Rosa  and  G.  W.  Vinal 


In  several  of  our  earlier  papers  *  we  have  described  a  phenome- 
non which  we  have  called  the  "volume  eflFect.'*  This  consisted 
in  an  excess  weight  of  deposit  in  the  large-size  voltameters  over 
that  in  the  smaller  sizes  which  were  used  simultaneously  in  series. 
This  difference  was  seldom  very  large  and  was  generally  attributed 
to  experimental  error  prior  to  the  middle  of  February,  1910.  By 
this  time,  however,  so  many  cases  of  the  excess  deposit  in  the 
larger  sizes  of  voltameter  (both  porous  cup  and  siphon  forms)  had 
occtured  that  a  careful  analysis  of  the  preceding  results  was  made. 
The  ratio  of  the  deposit  in  the  large-size  voltameter  to  the  deposit 
in  the  small  size  was  computed  for  every  reliable  experiment  where 
large  and  small  voltameters  were  used  in  series  and  were  identical 
in  all  particulars  except  the  size  of  the  cups  and  the  voltune  of  the 
electrolyte.  Shortly  after  this  we  prepared  a  statement  of  our 
results  for  the  International  Technical  Committee,  and  briefly  dis- 
cussed '  this  volume  effect.  Although  we  have  referred  to  it  more 
in  detail  in  our  later  publications  •  and  have  given  quantitative 
evidence  of  its  reality  and  have  prepared  a  theory  to  accotmt  for  it, 
mistmderstanding  has  arisen  concerning  it  and  some  writers  have 
even  questioned  its  reality.  Von  Steinwehr  *  has  stated  that  since 
we  have  observed  it  only  in  the  porous-cup  form  of  voltameter 
(which,  however,  is  not  the  case)  it  must  be  due  to  an  error  caused 
by  the  porous  cup,  and  hence  the  porous  cup  should  be  discarded. 
Richards  and  Anderegg,"  finding  their  own  voltameters  (in  two 
experiments)  to  show  an  excess  deposit  in  the  large  size  before 
beating  the  cups  and  deposits  to  redness,  concluded  that  the  excess 
weight  was  due  to  mother  Uquor  imprisoned  between  the  surface  of 
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because  of  the  greater  surface.  More  recently,  Jaeger  and  von 
Steinwehr  •  have  stated  that  there  are  no  systematic  experiments 
showing  the  volume  effect  in  any  other  form  of  voltmeter  but  the 
porous-cup  form.  We  have  previously  called  attention  to  the 
fact  ^  that  the  volume  effect  was  evident  in  Lord  Rayleigh's  experi- 
ments using  the  filter-paper  voltameter.  Averaging  all  of  his  com- 
parisons of  large  and  small  voltameters  there  is  an  outstanding 
difference  of  14.5  in  100  000,  the  large  voltameters  usually  having 
the  heavier  deposit.  •  In  only  i  case  out  of  10  did  his  smaU  volta- 
meter show  an  excess  of  deposit  over  the  large  size.  Ja^er  and 
von  Steinwehr  *  express  the  opinion  that  the  accuracy  of  Lord  Ray- 
leigh's  results  is  not  sufficient  to  establish  the  reality  of  this  differ- 
ence. This  might  be  granted  if  there  was  no  other  evidence,  but 
at  least  it  tends  to  confirm  the  large  amount  of  evidence  we  shall 
present  below  as  to  the  reality  of  the  volume  effect. 

In  dealing  with  such  a  phenomenon  as  the  volume  effect  where 
the  differences  are  not  far  removed  from  the  experimental  error,  we 
can  best  treat  a  large  number  of  observations  by  statistical  methods. 
Since  the  volume  effect  involves  a  comparison  of  two  voltameter 
deposits,  each  of  which  is  subject  to  an  experimental  error,  it  is 
natural  that  the  experimental  error  of  the  ratio  should  be  larg^ 
than  for  the  single  determinations. 

If  Si  represents  the  weight  of  deposit  in  a  large  voltameter  and 
5,  the  weight  of  deposit  in  a  small  voltameter  then  we  may  put 

If  the  probable  error  of  S^  is  r^  and  of  5,  is  r,,  then  the  probable 
error  of  Z  is  i?  as  defined  by  the  equation- 

«-(g>.-(g>        <■) 

Equation  (i)  after  differentiating  becomes 
dividing  (2)  by  Z'  we  have 
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Each  term  of  (3)  represents  a  percentage  probable  error.    The 

T  r 

magnitudes  of  -^^  and  ^  are  found  by  referring  to  our  previous 

papers.  For  example,  if  we  use  the  second  series  of  quantitative 
results,*  we  find  by  a  computation  0.0034  per  cent  for  the 
large  size  and  0.0026  per  cent  for  the  small  size.  These  are  slightly 
higher  than  for  oiu-  last  and  best  work.  Substituting  these  values 
in  (3)  we  obtain  as  the  value  of  R,  since  Z  is  practically  imity 

R  =  0.0043  per  cent. 

This,  then,  is  the  probable  error  of  a  single  determination  of  the 
volume  effect  for  the  cases  in  which  the  salt  was  used  as  purchased. 

To  make  the  best  use  of  all  the  data  at  hand  we  have  subdivided 
our  results  into  three  classes.  The  first  class  includes  all  of  oiu: 
determinations  made  with  the  ordinary  market  variety  of  c.  p. 
silver  nitrate  and  it  includes  salt  purchased  from  J.  T.  BaJcer  &  Co., 
of  America;  Baird  &  Tatlock,  of  England;  the  Gold-  imd  Silber- 
Scheide-Afistalt,  of  Germany;  and  Poulenc  Frferes,  of  France. 
The  second  class  includes  all  of  our  determinations  given  in  our 
latest  and  best  work  of  the  Part  IV*®  (except  where  a  direct 
comparison  of  size  of  voltameter  was  not  available).  In  all  the 
observations  for  class  2  the  salt  used  for  preparing  the  electrolyte* 
was  tested  by  our  permanganate  and  acidity  tests  "  and  found 
satisfactory.  Such  samples  of  salt  for  class  i  as  were  tested  by 
these  same  tests  were  not  found  satisfactory.  The  third  class  of 
results  includes  cases  in  which  the  electrolyte  was  purposely  con- 
taminated with  filter  paper  or  the  extract  of  filter  paper.  Seven 
out  of  the  nine  of  these  determinations  were  made  recently. 

The  analysis  of  our  observations  is  perhaps  most  conveniently 
and  convincingly  presented  by  means  of  two  diagrams.  In  the 
first  (Fig.  i)  we  have  only  the  results  using  the  porous-cup  volta- 
meter, in  order  that  the  results  so  obtained  may  be  compared  with 
those  of  the  second  diagram  (Fig.  2) ,  which  includes  the  results  using 
the  Kohlrausch  voltameter  (points  marked  K) ,  the  siphon,  the  new 
form  of  Mr.  Smith,  and  the  filter  paper  form  (F) .  For  each  dia- 
gram the  abscissae  are  ratios  of  the  volume  of  electrolyte  in  the 
large  voltameter  to  that  in  the  small  size  and  the  ordinates  are 
ratios  of  the  silver  deposit  in  the  large  voltameter  to  that  in  the 
small  size.  Electrolytes  used  as  the  salt  was  purchased  without 
further  purification  and  without  satisfying  the  permanganate  and 

•  Thk  Bnncdn,  9,  pp.  504*  506.  ^^  This  Bulletin.  10.  p.  475.        .  u  This  Bulletm,  9,  p.  534. 

67154'*— vol  la— 16 7 


Digitized  by 


Google 


450 


Bulletin  of  the  Bureau  of  Standards 


[VcLis 


acidity  tests  are  designated  by  solid  black  dots.  The  second 
class — ^that  is,  electrol)rtes  made  from  purified  salt  which  was  sat- 
isfactory by  om*  tests — ^is  designated  by  the  circles,  and  the  third 
class,  of  especially  contaminated  electroljrtes,  is  represented  by 
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is  not  practicable  to  use  a  siphon  vottanieter  having  as  small  a 
volume  as  our  ordinary  small  voltameters  (90  to  100  cc)  since  the 
resistance  of  such  an  instnmient  would  be  too  high.  In  this  case, 
therefore,  we  have  had  to  compute  the  ratio  of  the  deposit  in  the 
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We  may  now  set  down  certain  observations  regarding  these 
two  diagrams  which  we  think  are  justified  by  the  results. 

1.  In  no  case  did  the  ratio  of  deposits  from  electrolytes  as  pur- 
chased {all  below  imity.  This  means  that  the  deposit  in  the  large- 
size  voltameter  was  always  greater  than  in  the  small  size.  This 
is  equally  true  for  all  the  forms  of  voltameter  u^ed.  There  were  26 
such  observations  with  the  porous-cup  voltameter,  9  observations 
with  the  siphon  form,  2  observations  with  the  Kohlrausch  form, 
and  I  with  the  new  form.    Total  number  of  observations,  38. 

2.  In  the  case  of  pure  electrolytes — that  is,  those  represented  by 
circles — the  observations  show  that  the  deposits  in  the  small  vol- 
tameters often  exceeded  those  in  the  large  voltameters.  In  the 
case  of  the  porous-cup  voltameters  there  are  3 1  observations  with  a 
ratio  of  imity  or  greater  and  25  observations  with  a  ratio  of  less 
than  unity.  With  the  new  form,  6  observations  axe  greater  than 
imity  and  14  less.  Two  observations  with  the  siphon  form  are 
greater  than  imity,  and  there  are  no  observations  at  all  with  the 
Kohlrausch  form.  In  all  there  are  39  observations  greater  than 
unity  and  39  observations  less  than  unity,  showing  no  tendency 
whatever  for  the  deposit  to  be  heavier  in  the  larger  voltameter 
when  the  electrolyte  is  of  the  highest  purity. 

3.  The  observations  with  electrolytes  purposely  contaminated  all 
lie  far  above  the  value  unity.  Six  observations  were  made  with 
the  porous-cup  voltameter,  2  with  the  filter-paper  form,  and  i 
with  the  Kohhausch  form. 

4.  The  above  conclusions  show  that  the  general  facts  are  the 
same  for  all  of  the  different  forms  of  voltameters  with  the  several 
classes  of  electrolyte.  This  is  clearly  seen  by  referring  to  the 
curves.  As  the  points  are  necessarily  scattered  we  must  depend 
on  the  statistical  method  of  treating  the  observations.  Thus,  if  we 
compute  the  equation  of  the  most  probable  straight  line  repre- 
senting porous-cup  observations  with  pure  electroljrte  we  obtain 
y=^o,6x.  If  we  do  the  same  for  the  new  form  and  siphon  obser- 
vations, we  obtain  y =0.7^,  which  is  almost  perfect  agreement  and 
closer  than  would  be  expected.  The  line  in  each  case  is  nearly  hori- 
zontal. The  slight  inclination  appears  to  show  that  not  all  the  elec- 
trolyte was  perfectly  pure,  which  of  course  was  hardly  to  be  ex- 
pected.   For  the  electrolyte  as  purchased — ^that  is,  slightly  un- 
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Taking  the  third  class  of  electrolytes — that  is,  those  which  have 
been  intentionally  contaminated  by  the  addition  of  filter  paper — ^we 
compute  for  the  porous-cup  observations  y  ==  1 4. 2x  and  for  the  Kohl- 
rausch  and  filter  paper  forms  y  =  14.031;.  This  close  agreement  is 
of  course  accidental,  but  that  the  line  has  a  much  greater  slope 
than  for  the  second  class  is  not  accidental. 

For  convenience  these  equations  have  been  computed  on  the 
assumption  that  the  origin  of  coordinates  is  at  the  point  y  =  i, 
3c  ==  I ,  and  they  are  so  given  here  to  avoid  the  xmnecessary  com- 
plication of  a  term  giving  the  intercept  on  the  y  axis.  The  value 
of  these  equations  is  merely  to  show  the  similarity  of  the  values 
for  the  slopes,  but  if  it  is  desired  to  write  the  equations  referred 
to  the  true  origin  they  can  of  cotirse  be  very  simply  transformed. 

If  it  be  objected  that  because  the  siphon-voltameter  deposits 
have  been  computed  as  the  ratio  to  the  deposit  in  the  small 
porous-cup  voltameter,  as  explained  on  page  451,  an  inspection 
of  figure  2  will  show  that  even  omitting  all  these  observations  with 
the  siphon  no  material  change  would  be  made  in  the  slope  of  any 
of  the  curves,  particularly  in  the  case  of  the  curve  y  «6.i:r,  which 
includes  most  of  the  siphon  observations. 

5.  From  the  above  it  appears  that  our  previous  statements  as 
to  the  volume  eflfect  were  justified.  The  volume  eflfect  is  caused 
by  impurities  in  the  electrolyte.  It  is  not  confined  to  the  porous- 
cup  voltameter,  but  occurs  with  all  types,  and  is  greater  when  the 
impurities  in  the  electrolyte  are  greater  and  disappears  when  the 
electrol)rte  is  strictly  pure. 

6.  In  a  previous  paper  Vinal  and  Bovard  *^  showed  that  the 
volume  eflfect  was  not  due  to  greater  inclusions  in  the  laxge-size 
voltameter,  as  supposed  by  Richards  and  Anderegg.^' 

We  give  in  the  table  below  some  results  recently  obtained  at 

the  Bureau. 

TABLE  1 


Fonn 

Contaminated 

Uncontaminatcd 

Large 

SmaU 

A 

Large 

SmaU     1 

^ 

mg 

mg 

mc 

mg 

-  1 

m^ 

Digitized  by 


Google 


454  Bulletin  of  the  Bureau  of  Standards  iv<d.is 

The  electrolyte  used  was  an  ordinary  sample  of  c.  p.  silver 
nitrate,  without  further  purification.  This  is  marked  ''uncon- 
taminated/'  It  is  seen  from  the  above  that  this  salt  produced  a 
volume  eflfect  of  about  0.40  mg  on  the  average,  although  the  re- 
sults with  the  filter-paper  form  are  erratic,  as  might  be  expected. 
A  portion  of  the  same  salt  contaminated  with  filter  paper  was 
electrolyzed  in  two  similar  voltameters,  and  the  results  are  given 
in  the  colimin  headed  "contaminated."  It  is  seen  that  the  eflfect 
is  increased  three  times,  on  the  average.  In  the  last  experiment 
we  used  the  smallest  porous-cup  voltameter  that  we  could  arrange 
for  a  4  g  deposit.  The  electroljrte  was  only  40  cc.  The  table 
shows  that  it  gave  a  smaller  deposit  than  in  what  we  have  ordina- 
rily called  the  small  size  (90-100  cc).  The  large-size  voltameters 
contained .  about  300  cc.  These  volumes,  in  the  case  of  the 
porous-cup  voltameters,  mean  the  voltune  of  electrol3rte  outside 
the  porous  cup.  We  showed  in  a  previous  place  "  how  eflfective 
a  barrier  the  porous  cup  is  between  the  anode  and  cathode. 
i^  It  wiU  be  noticed  in  the  table  that  the  deposits  from  the  con- 
taminated solutions,  although  differing  between  themselves 
according  to  size,  are  all  considerably  inexcess  of  even  the  large- 
size  voltameter  containing  the  uncontaminated  electrolyte.  The 
reason  for  this  will  appear  after  a  brief  account  of  what  we  regard 
as  the  mechanism  of  this  volume  effect. 

If  we  add  some  of  the  filter-paper  extract "  to  a  solution  of  silver 
nitrate  in  water,  or  put  the  filter  paper  directly  in  the  electroljrte, 
marked  changes  in  the  condition  of  the  solution  take  place.  The 
filter-paper  extract  is  a  basic  organic  colloid  *•  which  produces  a 
reducing  action  "  on  the  silver  nitrate.  As  the  reduction  proceeds 
important  changes  in  the  acidity  "  of  the  solution  take  place  and 
the  reduced  silver  appears  in  colloidal  form."  It  may  become 
visible  as  a  colloidal  solution  in  cases  where  the  filter  paper  con- 
tamination is  considerable.  The  colloidal  particles  travel  slowly 
to  the  cathode  ^  under  the  influence  of  the  electric  current,  and 
they  are  also  helped  along  in  this  direction  by  the  convection  cur- 
rents of  liquid.  The  denser  liquid  from  the  region  of  the  anode 
falls  to  the  bottom  of  the  cup  and  displaces  upward  the  impover- 
ished liquid  at  the  cathode  surface.**    Probably  each  particle  of 
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which  acts  as  a  protective  colloid  ^  and  prevents  the  rapid  pre- 
cipitation of  the  silver  by  the  unreduced  dectrolyte. 

In  the  contaminated  dectrol3rte  we  have,  therefore,  a  very  large 
number  of  silver  particles  each  of  which  is  an  aggr^ate  of  a  large 
number  of  silver  atoms.  These  are  gradually  swept  along  toward 
the  cathode,  and  as  each  particle  r^udies  the  cathode  it  deposits 
its  load  of  silver  and  organic  matter^  and  also  delivers  up  its 
charge,  but  the  amount  of  electricity  so  transported  is  not  com- 
mensurate with  the  mass  of  material  laid  down  on  the  cathode. 
In  this  way  an  excess  weight  of  deposit  over  that  calculated  for  a 
univalent  ion  is  produced,  and  this  may  be  further  increased  by  a 
somewhat  greater  inclusion**  of  the  mother  liquor,  which  is  made 
possible  by  the  colloid  breaking  up  the  crystalline  structure  of  the 
deposits. 

The  rate  at  which  this  colloidal  matter  is  swept  out  of  the  solu- 
tion will  depend  upon  the  density  of  the  electric  ciurent.  At  the 
beginning  of  an  experiment  we  may  justly  assume  that  the  number 
of  colloidal  particles  per  cubic  centimeter  of  the  electrolytes  in 
contact  with  the  cathode  is  the  same  in  both  large  and  small 
voltameters.  When  the  electric  cxurent  starts,  the  greater  inten- 
sity of  the  current  in  the  small  voltameter  due  to  the  smaller 
cathode  area  will  sweep  the  colloidal  particles  out  of  the  solution 
at  a  greater  rate  than  in  the  large  size.  Consequently,  the  elec- 
*trol)rte  contiguous  to  the  cathode  in  the  small  voltameter  will 
become  impoverished  as  to  colloidal  matter;  that  is,  it  is  ptuified. 
The  number  of  colloidal  particles  which  will  subsequently  deposit 
per  second  diminishes  for  lack  of  the  colloidal  matter.  However, 
the  eflfect  of  the  electric  cxurent  and  the  convection  ciurents  of 
liquid,  which  arise  because  of  the  changing  densities  of  the  solu- 
tion at  the  anode  and  cathode  will  replenish,  impart,  the  colloidal 
matter  to  the  depleted  cathode  solution.  In  the  large  voltameter 
the  forces  drawing  the  colloidal  matter  out  of  the  solution  at  the 
cathode  are  less  severe,  as  we  have  mentioned  above,  and  in  addi- 
tion the  convection  ciurents  of  liquid  are  less  impeded  by  the 
anode  and  its  porous  cup  or  glass  trap,  so  that  the  solution  on  the 
face  of  the  cathode  is  freed  from  colloidal  matter  more  slowly  than 
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quently,  the  deposit  in  the  large  cup  will  be  heavier  than  the 
deposit  in  the  small  cup.     (See  Fig.  3.) 

Probably  there  are  some  colloidal  particles  even  in  our  purest 
solutions.  We  have  never  found  a  solution,  on  examination  by 
the  ultramicroscope,  entirely  devoid  of  colloidal  particles;  but  in 
a  strongly  contaminated  solution  the  colloidal  particles  are  in- 
creased in  number  thousands  of  times.     It  is  not  surprising,  there- 
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Fio.  3. — Hypothetical  curves  illustrating  the  theory  of  the  volume  effect 

These  curves  are  based  on  an  average  case  in  which  the  excess  of  deposit  in  the  large  voltameter  over  that 
in  the  small  voltameter  is  0.65  mg.  It  is  assumed  that  the  average  diameter  of  the  colloidal  particles  is 
o.osM  from  which  we  compute  that  z  X  zo"  more  particles  are  deposited  on  the  large  cathode  than  on  the 
small  cathode.  The  area  under  each  curve  represents  the  supposed  number  of  particles  deposited  on  each 
cathode  and  the  curves  have  been  dawn  so  that  there  are  zooo  more  square  divisions  under  curve  I,  for 
the  Itu-ge  voltameter,  than  under  curve  II,  for  the  small  voltameter.  Each  division,  therefore,  represents 
zo*  particles.  The  rate  at  which  the  particles  deposit  is  initially  greater  in  the  small  voltameter,  because 
the  electric  intensity  at  the  cathode  is  greater,  due  to  the  smaUer  area,  but  as  the  available  supply  of  particles 
is  more  limited  than  in  the  larger  size,  the  curve  falls  off  more  rapidly,  and  at  the  end  of  the  experiment 
the  total  number  of  particles  deposited  in  the  large  voltameter  is  greater  than  in  the  small  one. 

fore,  that  even  in  the  small  voltameter  we  should  find  an  excess  of 
deposit  over  that  in  voltameters  which  contain  piu-e  or  nearly  pure 
solution.  The  last  experiment  given  in  the  table  shows  that  the 
very  small  voltameter  gave  a  smaller  deposit  than  our  ordinary 
small  size  with  impure  electrolyte;  but  even  this  is  in  excess  of 
the  large  voltameter  containing  purer  electrolyte,  which,  however, 
was  not  quite  pure. 
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In  our  earlier  work  **  we  showed  that  a  contaminated  solution, 
giving  initially  a  strongly  striated  deposit,  became  purer  as  the 
electrolysis  proceeded,  until  in  the  end  the  deposit  was  a  normal 
crystalline  deposit  such  as  we  always  find  from  a  pure  electrolyte. 

We  think  that  the  foregoing  explanation  of  the  voltune  effect 
is  in  accord  with  all  the  experimental  facts  and  that  it  is  a  rea- 
sonable and  logical  explanation.  It  shows  that  using  the  same 
cathodes  and  anodes  and  porous  cups  the  volume  effect  may  be 
made  to  appear  or  disappear  according  as  the  electrolyte  is  con- 
taminated or  not,  and  that  using  the  same  cathode  and  solution 
the  volume  effect  may  be  increased  by  increasing  the  volume  of 
electrolytes  (that  is,  increasing  the  amount  of  colloid  present)  as 
is  done  when  the  siphon  voltameters  are  used.  The  theory  of 
Richards  and  Anderegg,'*  assuming  the  effect  to  be  a  matter  of 
greater  inclusions  on  a  greater  cathode  area,  will  explain  neither 
of  the  above  facts.  But  these  facts  have  been  demonstrated 
over  and  over  again  in  our  work.  Our  theory  of  the  volume 
effect  also  shows  that  it  is  not  a  phenomenon  of  the  porous-cup 
voltameter  alone,  as  stated  by  von  Steinwehr,^  but  is  common 
to  all  forms.  The  diagrams  which  we  have  given  above  show 
that  this  is  the  case. 

One  further  experiment  was,  however,  tried  to  answer  the  ques- 
tion of  whether  the  relatively  dilute  solution  at  the  cathode  sur- 
face could  produce  a  false  weight  of  deposit  by  unloading  silver 
chloride,  since  it  is  well  known  that  silver  chloride  is  more  solu- 
ble in  strong  silver-nitrate  solutions  than  in  weak  ones.  This 
has  been  clearly  shown  in  a  quantitative  way  recently  by  l/owry.** 
Accordingly,  we  prq)ared  a  10  per  cent  solution  of  silver  nitrate 
and  saturated  one  portion  of  it  with  silver  chloride,  allowing  the 
finely  suspended  particles  to  settle  out  during  48  hours,  when  the 
clear,  supernatant  liquid  was  decanted  without  filtration  and  elec- 
trolyzed  in  a  large  and  small  voltameter  simultaneously  with  the 
portion  not  containing  the  silver  chloride.  No  differences  due  to 
the  chloride  were  foimd. 

We  believe  that  a  careful  study  of  the  above  data,  giving  the 
results  of  a  large  ntmiber  of  experiments,,  will  lead  to  the  conclu- 
sion that  the  reality  and  significance  of  the  volume  effect  have 
been  proved  beyond  question,  and  that  it  is  a  valuable  criterion 
of  the  purity  of  the  electrolyte. 

Washington,  March  28,  1916. 

»TU«  BuUetin,  9,  p.  sta-  "  Loc.  dt. 

>•  Loc.  dt.  »  Proc.  R.  $.,  »1,  p.  53;  X9i4. 
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I.  INTRODUCTION 

.  In  a  previous  commimication  *  the  results  of  an  investigation  of 
the  constant  of  spectral  radiation  of  a  black  body  were  pre- 
sented. The  spectral  energy  curves  were  obtained  by  means  of  a 
vacuum  bolometer,  a  mirror  spectrometer,  and  a  perfectly  clear 
fluorite  prism. 

In  the  isothermal  spectral  energy  curves  obtained  with  these 
instruments  the  position  Xm  of  the  maximum  emission  E^f  was 
computed  by  taking  the  wave  lengths,  \  and  Xj,  corresponding  to 
equal  intensities,  £rxi=»i?x3,  on  the  assumption  that  the  observed 
energy  curve  fits  the  Planck  equation.  The  equation  which  is 
used  in  computing  Xm  is 

X       g  (logX.~logX,)X,X,    X,XJlog(i-g--//^-^~log(i~6-^/^^] 

''"*        a'(X, -XO  log  e  a'(K,-\)  log  e 

The-  second  term  in  this  equation  is  rather  complicated.  It  re- 
quires an  approximate  value  of  the  spectral  radiation  constant, 
C,  which  was  assmned,  for  the  purpose  of  calculating  this  correc- 
tion (for  the  series  of  1909 to  1911), tobeC  =  i4  5oo.  Adecreaseof 
100  units  in  C  (say  C=- 14  400)  decreases  the  mean  value*  of  Xm 
by  0.0012/1,  which  at  that  time  was  considered  negligible. 

^  This  Bulletin.  10,  p.  a;  1913. 

*  In  the  previous  paper  this  value  was  stated  to  be  o.oo5/i»  which  is  erroneous. 
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The  second  term  in  the  above  equation,  which  is  usually 
mentioned  as  a  '* correction  factor*'  has  always  been  a  stiunblii^ 
block  in  the  computations.  After  the  completion  of  the  calcu- 
lations of  Xm  it  was  foimd  that  the  computer  had  omitted  a  factor 
from  this  '* second  term*'  which  introduced  an  error  of  about  0.5 
per  cent,  giving  a  mean  value  of  C  =  14  280  (0.5  per  cent  too  low). 

Some  doubts  arose  also  as  to  the  accinacy  of  part  of  the  calibra- 
tion ciu^e  of  the  prism,  known  as  the  "calibration  curve  of  191 2," 
in  view  of  the  general  belief,  held  at  that  time,  that  the  value 
can  not  be  lower  than  C=i4  50o.  To  save  work  in  correcting 
this  error  in  the  ''second  term,''  fewer  points  were  taken,  and  the 
values  of  X,,  at  4  to  5/1,  were  increased  by  a  slight  amount  to  cor- 
respond with  the  ** calibration  cxu^e  of  1910."  The  data  thus 
obtained  gave  a  mean  value  of  C  =  14  456,  which  is  about  0.2  per 
cent  higher  than  would  have  been  obtained  by  adhering  to  the 
**  calibration  cm^e  of  191 2,"  published  in  the  previous  paper. 

These  data  were  published  in  191 3,  the  intention  being  to  re- 
vise them,  if  the  calibration  curve  of  1910  should  be  found  wrong. 
In  the  meantime  Paschen  *  has  published  fiuther  data  on  the 
dispersion  of  fluorite  which  shows  that  the  part  of  the  calibration 
cxu^e  of  1 9 10,  used  by  the  writer  in  the  above  computations,  is 
less  reliable  than  the  calibration  curve  of  191 2. 

Recently,  on  examining  the  previous  computations,  it  was 
found  that  the  above-mentioned  ** second  term"  still  contains  a 
small  error,  giving  a  mean  value  of  Xm,  which  is  0.2  to  0.3  per  cent 
too  high.  As  a  result  of  these  errors,  which  happen  to  be  of  the 
same  sign,  the  value  of  C  =  14  456,  previously  published,  is  0.5  to 
0.6  per  cent  too  large,  owing  to  faults  in  the  calibration  curve  and 
to  a  small  error  in  the  reduction  of  the  data. 

The  computations  have  therefore  been  made  anew,  using  the 
values  of  \  and  \  which  had  been  read  from  the  spectral  energy 
curves  obtained  with  the  prism  calibration  cxu^e  of  191 2.  The 
recomputation  of  these  data  turned  out  to  be  a  simple  matter,  in 
view  of  the  fact  that  it  merely  required  dividing  the  above- 
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The  diflSciilty  encountered  in  this  investigation  was  an  over- 
abundance of  spectral  energy  curves,  the  viewing  of  which  caused 
such  fatigue  to  the  eyes  that,  after  having  drawn  the  curves  and 
indicated  the  best  positions  for  obtaining  \  and  \,  it  was  neces- 
sary to  assign  to  another  the  task  of  reading  ofif  the  numerical 
values  of  Xj  and  X2  from  the  curves  and  computing  the  results. 
After  a  lapse  of  more  than  three  years  the  writer  finds  no  correc- 
tions to  the  values  of  X^  and  X2  as  then  read  from  the  energy  curves 
by  his  assistant,  showing  that  the  work  had  been  faithfully  done. 
As  for  the  errors  in  the  computations,  owing  to  eye  fatigue,  it  was 
impossible  for  months  thereafter  to  give  attention  to  the  reduc- 
tion of  the  data.  Furthermore,  at  that  time  a  correction  of  0.3 
to  0.5  per  cent  was  considered  of  minor  importance  in  view  of  the 
great  difficulties  involved  in  the  work.  It  is  of  interest  to  note 
that  the  discrepancies  in  the  previous  paper  are  due  to  faults 
in  reduction  of  the  data  and  not  in  the  experimental  work.  The 
present  disagreement  between  theory  and  experiment  is  very 
small,  and  may  be  further  reduced  when  we  know  more  about 
the  optical  constants  of  the  prism  used  in  producing  the  spectrum. 

n,  RECOMPUTATION  OF  DATA 

As  already  mentioned,  the  recomputation  of  the  data  consisted 
simply  in  eliminating  the  errors  in  the  ** second-term  correction" 
which  is  used  in  obtaining  X^.  The  total  munber  of  points  on  the 
energy  curve  was  usually  greatly  increased.  In  this  manner  a  mean 
value  of  Xm  was  obtained  which  is  more  representative  of  the 
whole  energy  curve.  The  values  of  X,  were  taken  in  the  regions 
where  there  is  no  atmospheric  absorption,  viz,  2.3  to  2.5/1,  3.3  to 
4.IM,  4.4  to  4.6/i,  and  4.8  to  5.6/1.  In  the  previous  paper  the  value 
of  C  was  based  upon  data  obtained  in  1911  and  the**  series  of  1912." 
The  **  series  of  1911  *'  contained  many  curves  taken  at  extreme 
temperatiures.  For  the  low  temperatiures  the  curves  were  greatly 
a£fected  by  atmospheric  absorption,  and  at  high  temperatures  the 
scale  of  temperatures  was  questioned.  Correcting  these  data  a 
mean  value  of  C  =  i4  390  was  obtained  for  the  "series  of  191 1." 
However,  considering  the  quality  of  the  spectral  energy  ciuves,  it 
does  not  seem  fair  to  give  them  any  weight  in  deducing  a  new  mean 
value,  although  it  would  increase  the  corrected  mean  value  but 
Uttle, 
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As  mentioned  in  the  previous  paper  the  **  series  of  191 2  '*  obser- 
vations are  considered  the  most  accurate  (i)  as  regards  adjust- 
ments of  apparatus,  (2)  temperature  scale,  (3)  bolometric  control, 
(4)  elimination  of  atmospheric  water  vapor,  and  (5)  as  regards  the 
general  appearance  of  the  spectral  energy  curves.  These  data 
were  therefore  carefully  recomputed  and  tabulated.  In  making 
up  the  tables  the  column  of  probable  errors  is  omitted  in  view  of  the 
writer's  feeling  that  such  data  are  illusory. 

In  the  present  paper  the  old  numbers  of  the  tables  are  carried 
in  a  footnote  at  the  end  of  each  table  to  facilitate  comparison  with 
the  data  in  the  previous  paper  to  which  reference  must  be  made  for 
details.  Series  8,  Table  6,  is  poor  owing  to  various  difficulties  that 
were  experienced — ^that  is,  tremors,  bolometric  troubles,  etc. — so 
that  only  the  most  reliable  curves  were  considered  in  the  present 
computations. 

TABLE  la 

Series  1912,  L— ^White  Radiating  Walls,  Fluorite  Prism  No.  1,  Water-Cooled  Shutter 

No.  2. 

[BnefSy  cuivm  LXXXVI-XCH] 


Fonnof 
enersy 
cuive 

AbMhite 
pentun 

Wave  lengtli  of  tnailinnin 
emission  (Xrnox) 

X»i»T 

C=aXmasT 

N«. 

Mean  value 

Number  of 

Old 

Hew 

Old 

Hew 

Old 

Hew 

Old 

Hew 

xcnib 

f 

P 

P- 
PW 

P 

P 
PW 

e 

U12 
IM 
1223 
1242 
1350 
1419 
1427 

2. 60S 
2.408 
2.374 
2.345 
2.154 
2.056 
2.045 

M 
2.601 

2.401 

2.356 

2.332 

2.139 

2.034 

2.031 

2922 
2910 
2904 
2912 
2906 
2916 
2918 

2897 
2903 

2881 
2896 
2888 

2886 
2898 

14  506 
14  451 
14  418 
14  459 
14  438 
14  480 
14  486 

14  384 

XCI6 

14  414 
14  304 

LXXZIZe 

XC* V 

14  379 
14  339 
14  329 
14  389 

BCMn 

2913 

2892 

14  463 

14  362 

1 

•  Table  za  ol  i>revioiis  paper.  ^  Pomaoe  heated  by  oatcr  ooil  only.  cpoorcurve. 
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TABLB2a 


Series  1912»  IL— Black  (CraO,)  Radiating  Walls,  Fluorite  Prism  No.  !»  Water-Cooled 

Shutter  No.  2 


[BiiMgjr  cuiTM,  XCm-CVI) 

Foonof 
enersy 
coire 

AbMhite 
tem- 

pMAtlll* 

Wave  lengtli  of  nuudmam 

•mlMioa(X«ax) 

\wmmT 

C'-akmasT 

N«. 

MMmviane 

WtMtttwrg 

Old 

New 

Old 

New 

Old 

New 

Old 

New 

CVI6 

P. 

P 
P 
P 
P 
P 
P  ■ 
P 
P 

P  . 
P 
P 
PW 
P 

• 
1025 
1153 
1223 
1301 
1338 
1351 
1377 
1401 
1420 
1453 
1479 
1501 
1525 
1687 

M 
2.824 

2.507 

2.375 

2.226 

2.183 

2.145 

2.104 

2.080 

2.050 

2.003 

1.973 

1.944 

1.906 

L726 

M 
2.817 
2.496 
2.343 
2.209 
2.151 
2.127 
2.092 
2.059 
2.026 
1.992 
1.947 
1.918 
1.893 
1.717 

5 
5 

2895 
2891 
2904 
2896 
2921 
2898 
2897 
2914 
2909 
2910 
2918 
2917 
2910 
2912 

2887 

2878 

2866 

2874 

2878 

2874  ' 

2881 

2885 

2877 

2894 

2879 

2879 

2877 

2896 

14  372 
14  356 
14  419 
14  379 
14  503 
14  388 
14  385 
14  470 
14  442 
14  450 
14  491 
14  485 
14  447 
14  457 

14  334 

XCIX 

14  289 

Tcvmb 

xcvn 

14  230 
14  270 

cv 

14  289 

xcv» 

14  270 

xcvi 

14  304 

CIV 

14  324 

xciv 

14  285 

en 

14  368 

cm 

14  295 

xcm 

14  295 

a 

14  334 

c 

14  378 

Mmu 

2907 

2881 

14  432 

14  303 

a  Tftble  13  of  previous  XMtper. 

TABLE  3a 


*  Poor  curve*. 


Series  1912,  IIL— New  Radiator^  White  Walls,  Fluorite  Prism  No.  1,  Water-Cooled 

Shutter  No.  2 


[Bneny  cuivee,  C  VH-CXm] 

FMmof 
eaergy 
curve 

Abmlitte 

tem- 
pefituie 

Wave  length  ef  maximum 

\mt 

isT 

C-aXwcxT 

Ne. 

Mean  value 

Number  of 

Old 

New 

Old 

New 

Old 

New 

Old 

New 

? 
PW 

P 
P? 

P 
P 
P 

• 
1151? 
1223 
1276 
1352 
1379 
1453 
1527 

M 
2.540 

2.383 

2.275 

2.155 

2.109 

2.003 

1.913 

M 

2.373 
2.264 
2.142 
2.101 
1.996 
1.886 

2921 
2914 
3903 

2914 
2911 
2910 
2921 

2902 
2889 

2896 
2897 
2900 
2880 

14  504 
14  469 
14  412 
14  466 
14  451 
14  450 
14  508 

CX 

14  408 

cxn...Tr-T-t-. 

14  344 

cix 

14  379 

CXI 

14  384 

cvm. ....«- T -. . 

14  398 

cvn  .....••••-. . 

14  299 

ICaan 

2913 

2894 

14  466 

14  368 

a  Table  14  of  i>rcvlona  XMtper. 


*  Pooc  curve. 
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TABLE  4a 
Series  1912,  IV.— New  RAdUtor,  Black  (Cr20,+2CosO,)  Walls,  Fluorite  Prism  No.  1, 
Water-Cooled  Shutter  No.  2 
[Energy  cunres,  CZXV-CXZni) 


Form  of 
energy 
curve 

AtMolute 

Wave  length  of  mailmiim 
emission  {\max) 

^maxT 

C-aX»BxT 

No. 

tem- 
perature 

Mean  value 

Old 

New 

Old 

New 

Old 

New 

Old 

New 

cxxmft 

rTxn 

P? 

P 

P 

P 

PW 

P 
P 
P 
P 
P 

• 

876 
1025 
1077 
1154 
1223 
1276 
1353 
1377 
1454 
1503? 

M 
3.312 

2.826 

2.704 

2.516 

2.376 

2.280 

2.156 

2.122 

2.007 

1.954 

M 
3.280 

2.818 

2.694 

2.507 

2.364 

2.270 

2.139 

2.104 

1.996 

3 

3 
6 

2901 
2897 
2912 
2903 
2906 
2909 
2917 
2922 
2918 
2936 

2873 
2888 

2901 
2893 
2891 
2896 
2894 
2897 
2902 

14  405 
14  382 
14  459 
14  414 
14  428 
14  445 
14  486 
14  507 
14  488 
14  580? 

14  26S 
14  399 

CXXI 

14  404 

cxvm .    ..... 

14  364 

CTX 

14  354 

cxvn 

14  379 

rTTT 

14  369 

CTVlb 

14  384 

cxv 

14  408 

CXIV6 

Mean 

2910 

2893 

14  446 

14  363 

o  Table  15  of  previous  paper.  b  Poor  curves. 

TABLE  5a 

Series  1912,  V.— Blackened  Radiator,  New  Adjustments,  Fluorite  Prism  No.  1, 

Water-Cooled  Shutter  No.  2 

[Energy  curves,  CZXTV-CXL] 


Form  of 
energy 
curve 

Absolute 

Wave  length  of  maiimum 
emlasloa(X«ws) 

XwoxT 

C-aX»a.T 

No. 

tem- 
perature 

Mean  value 

Number  of 

Old 

New 

Old 

New 

Old 

New 

Old 

New 

CXXXV6 

cmnnfft 

CXXZIV 

? 

P 
PW 

P 

P 

P+ 
P+ 
PW 

p 
p+ 

p    . 

p 

p+ 
p+ 

p 

PW 

• 
1026 
1077 
1153 
1194 
1224 
1276 
i302 
1302 
1338 
1352 
1378 
1421? 
1454 
1503 
1627? 
1663 

M 
2.831 

2.703 

2.520 

2.441 

2.380 

2.284 

2.237 

2.242 

2.182 

2.160 

2.118 

2.068 

2.008 

1.961? 

1.798 

1.756 

M 
2.822 

2.692 

2.509 

2.433 

2.368 

2.271 

2.226 

2.231 

2.164 

2.136 

2.096 

1.996 

1.794 
1.730 

5 
7 
7 
6 
6 
6 
6 
6 
5 
4 
8 

5 
2 

2905 
2911 
2905 
2914 
2913 
2914 
2913 
2920 
2920 
2921 
2918 
2939 
2920 
2948 
2925 
2921 

2895 
2899 
2893 
2905 
2896 
2898 
2898 
2904 
2895 
2888 
2888 

2902 

2919 
2887 

14  423 
14  455 
14  425 
14  469 
14  464 
14  469 
14  461 
14  498 
14  497 
14  501 
14  483 
14  588? 
14  497 
14  629? 
14  524? 
14  500 

14  374 
14  394 
14  364 
14  424 

rTTIX 

14  389 

cxxvi 

14  389 

CIXXIII. 

cxxxvn 

r-xxx 

14  389 
14  419 
14  374 

cxxvm 

rTTv 

14  339 
14  339 

CXXXVI 

cxxvn 

CTXfV 

14  408 

CXL<! 

14  493? 
14  285 

cxxxvmc... 
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TABLE  6^ 

Series  1912,  VUL— Blackened  Radiator^  New  Thennocoi^e,  Flootite  Prism  No.  !» 
Water-Cooled  Shutter  No.  2 


5u 


[BoMcr  curtea.  CXVI-CLXVII] 

Finm  of 
enorgy 
coxve 

AlMohtte 

torn- 
pontuio 

Wtrro  longth  of  mufanani 
omi«ioa(X,wr) 

Xx 

«T 

C-oXmsT 

Ho. 

MounOuo 

Hmnborof 

COOIJIlUltiBIIO 

.   Old 

How 

Old 

How 

Old 

How 

Old 

How 

CI4X* 

? 
WP 

P 
P 
P? 
P 
P 
WP 

p 

p 
p+ 
p+ 

• 

806 
879 
953 

1077 
1223 
1277 
1300 
1314 
1376 
1377 
1452 
1530 

3.610 
3.300 
3.052 
2.703 
2.380 
2.286 
2.248 
2.236 
2.120 
2.140 
2.030 
1.920 

M 

2910 
2901 
2909 

2911 

2911 

2920 

2923 

2938? 

2917 

2947? 

2948? 

2955? 

2888 

2896 
2896 
2896 
2900 

2894 

14  447 
14  402 
14  441 
14  454 
14  453 
14  497 
14  513? 
14  588? 
14  482 
14  634? 
14  639? 
14  671? 

CLX..     ..  .  .   , 

3.286 
3.039 
2.691 
2.368 
2.271 

2.103 

10 
9 

7 
7 
7 
6 
5 

3 

14  339 

CLZI« 

14  339 

CLvm 

14  389 

cxvn' 

14  379 

CLVI 

14  399 

axrr^ 

CLXVn/,e. 

14  369 

CLXVI  e,« 

Cl-XITf.  tn 

CLZV^0 

MMn 

2912 

2895 

14  461 

14  375 

a  Table  19  of  previous  paper. 
*  Very  xxwr  curve,  X  max.  by 
«  Poor  series,  tremors. 
^  Poor  curve. 


•  Radiation  sensitivity  changed. 
/  I^imace  heated  by  outer  coil  only. 
g  Bolometer  unsteady;  low  vacuum. 


TABLE  7a 


Series  1912,  EL— Blackened  Radiator,  Fluorite  Prism  No.  1,  Watw-Codled  Shutter 

No.  1 

[Bnofir  oufoit  GLXVm-GLZZVII 


CXZZIV» 

CLZzm.. 

CLXZY... 

CLXZVI.. 
CLZXI.... 
CLZX..... 
CXJOZ*.. 


ol 
u 
cniTO 


P? 

P 
P 
P 
P 
P 
P 
P 


torn- 


1175 
1194 
1277 
1302 
1353 
1377 
1451 
1452 


WoTO  longfli  of  wiiihttum 


Old      How 


2.465 
2.431 
2.273 
2.232 
2.153 
2.114 
2.010 
2.007 


2.446 
2.416 
2.257 
2.216 
2.137 
2.101 
1.996 
1.986 


Homborof 


Old      How 


XansT 


Old 


2900 
2901 
2906 

2913 
2911 
2916 
i914 


How* 


2874 
2885 

2882 
2885 
2891 


2884 


C-«XmsT 


Old 


14  381 
14  401 
14  405 
14  429 
14  462 
14  456 
14  477 
14  467 


How 


14  270 
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TABLES 
Reproductibility  of  Date  Using  DiiSerent  Radiators 


CV«I.J3 


Date 


Humber 


tem- 


X»mT 
-2890 


AX* 


C-oX 

MST 


Vebniaiy8,1912. 
rel»iniy20,1912 
Vebmaiy  17, 1912 
r«bnMiy27,1912, 
rtbnuuy  14, 1912. 
Ftbrnuy  17, 1912. 
Jtniiai729,1912.. 
Vebmaiy  13, 1912. 
rebnuu724,1912. 
VMrniuy  19, 1912. 
Ifafth27,1912... 
Ifuth26,1912... 
yMmMf723,1912. 


CVI 

czzn... 

CXVlll.. 
CXXZIV 

cxn 

cxvn... 

T.TTTVl. 
CIX 

cxzvm. 

CZEC.... 
CLZXVI. 
CXZZI... 

cxxv... 


1025 
1025 
1154 
1153 
1276 
1276 
1350 
1352 
1352 
1353 
1353 
1377 
1378 


2.817 
2.818 
2.507 
2.509 
2.264 
2.270 
2.139 
2.143 
2.136 
2.139 
2.137 
2.101 
2.096 


2887 
2888 
2893 
2893 
2889 
2896 
2888 
2896 
2888 
2894 
2891 
2893 
2888 


-3 
-2 

+3 
+3 
-1 
+6 
-2 
+6 
-2 
+4 
+1 
+3 
-2 


14  334 
14  339 
14  364 
14  364 
14  344 
14  379 
14  339 
14  379 
14  339 
14  369 
14  355 
14  365 
14  339 


TABLE  9a 
Smnmary  of  Date  Given  in  the  Preceding  Tables 


SOflM 

Number 

nff  •■■«■■■»■ 

Itenuulci 

CBITM 

Old 

Hew 

1911 

I 

26 

14  469 

14  390 

Unpaiiitod  BCttVMidt  poccatala  ndtalar.   (WatWNOoetod  ikoIlK 
Ho.  2.) 

1912 

I 

14 

14  463 
14  432 

14  362 
14  303 

Uofaiiiled  ladiator  ai  vied  In  1911. 

n 

m 

14  466 

14  368 

n ow  unpdiitod  Afarviaidt  ndktor. 

IV 

14  446 

14  363 

V 

14 

14  476 

14  376 

vm 

14  461 

14  875 

nowOMiiiioooit^les;  rtdtator  dia  Mme  at  In  dia  vreotdlof  •«!•■. 

IX 

14  436 

14  327 

aame  aa  In  dia  preceding  aariaa. 

New  mean  value  C— 14  353  (94  energy  cnrvea;  1912) 
A- 2891 

^  yi^JFinal  value  alter  applying  all  oorrecttana 
o  Table  ax  of  previous  paper. 

That  conditions  were  reproducible  is  indicated  (Table  8)  by  the 
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an  agreement  (the  maximum  range  is  only  about  0.5  per  cent)  now 
that  the  computations  have  been  made  and  the  data  assembled  for 
inspection. 

In  Table  9  are  assembled  the  reliable  data  which  form  the  basis 
for  obtaining  a  mean  value  of  the  radiation  constants.  The  mean 
value  of  all  the  data  including  the  "  series  of  191 1 "  is  C  =  14  358. 
However,  as  already  stated,  the  data  of  191 1  are  not  as  reliable  as 
is  desirable,  and  since  there  is  no  way  of  estimating  their  value 
the  writer  prefers  to  consider  only  the  "series  of  1912,"  which 
contains  seven  sets  of  observations  (65  energy  curves),  which  give 
a  mean  value  of  C  — 14  353  micron  degrees  and  A  —2891  micron 
degrees. 

If  the  corrections  to  the  temperature  scale  (mentioned  in  the 
previous  paper)  are  applied,  the  value  is  C  =  i4  362.  A  further 
correction  ( =»  +  7)  is  necessary  because  the  second  term  in  equa- 
tion I  was  computed  using  C  =  i4  30o  instead  of  C  =  i4  35o. 
Hence,  the  final  corrected  value  is  C  =  i4  369  and  ^4=2894 
micron  degrees. 

A  recent  investigation  of  instrmnents  and  methods  for  evalu- 
ating radiant  energy  in  absolute  value  *  gave  a  new  determination 
of  the  coefl&dent,  <r,  of  total  radiation  *  of  a  black  body.  The 
numerical  value  as  published  is  <r  =  5.72  x  10-"  watt,  cm.-' 
deg.-^,  which  from  our  present  knowledge  appears  to  be  close  to 
the  true  value.  Hence,  if  theoretical  considerations  are  to  be 
relied  upon,  this  value  of  the  coefl&dent,  <r,  of  total  radiation  indi- 
cates that  the  coefl&dent  of  spectral  radiation  is  of  the  order  of 
C  — 1 4  322,  as  compared  with  the  experimentally  determined 
value  C  =  14  369.  This  is  a  difference  of  only  0.3  per  cent.  The 
agreement  is  so  dose  that  it  must  be  considered  accidental  in  view 
of  the  great  experimental  difl&culties  involved  in  obtaining  the 
data.  These  data  were  obtained  at  different  dates,  on  the  same 
radiator  (operated  under  various  conditions),  and  using  the  same 
scale  of  temperatures.  The  small  outstanding  discrepancy  is 
probably  as  much  the  result  of  imcertainties  in  the  calibration 
ciu-ve  (refractive  indices)  of  the  fluorite  prism  as  it  is  the  result 
of  uncertainties  in  the  temperature  scale,  and  of  the  inevitable 
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m.  DISCUSSION  OF  OTHER  DATA 

Paschen*s  Data. — ^After  a  lapse  of  about  i8  years  it  is  interesting 
to  turn  back  to  the  pioneering  work  of  Paschen  and  observe  how 
close  he  came  to  the  truth. 

In  his  first  paper  Paschen  •  used  foiu-  radiators,  heated  to  loo®, 
191°,  304^,  and  450®,  respective^,  and  4  bolometers.  He  ob- 
tained a  series  of  closely  agreeing  values  which  gave  a  mean  value 
(2894,  2892,  2888,  2890)  of  XmT  =  289i.  Using  the  Planck  reduc- 
tion factor  (4.965 1 )  instead  of  the  Wien  factor  (5) ,  this  gives  a  value 
of  C  =  14  354.  The  following  year  Paschen  ^  obtained  a  series  of 
spectral  energy  curves  from  radiators  operated  at  high  tempera- 
tiu-es.  He  obtained  a  value  of  A  =2921  as  a  result  of  arbitrarily 
changing  his  calibration  curve  as  described  in  the  writer's  previous 
paper.  He  changed  also  his  previous  data,  increasing  the  value 
of  A  from  2891  to  2915,  or  about  0.9  per  cent.  From  this  it  would 
appear  that  his  later  value  {A  =2921)  is  0.9  per  cent  higher  than 
it  should  have  been;  that  is,  his  experimental  values  were  close 
to  A  =2895  and  C  =  i4  374.  In  other  words,  Paschen 's  original 
data  fall  within  the  range  of  the  recent  and  more  accurately  deter- 
mined values. 

The  Reichsanstalt  Data. — During  the  past  16  years  the  Ph)rs.- 
Tech.  Reichsanstalt,  at  Berlin,  has  piu^ued  extensive  investiga- 
tions of  the  laws  of  radiation  and  their  application  to  the  tempera- 
ture scale.  The  first  investigation  by  Liunmer  and  Pringsheim  • 
gave  a  mean  value  of  i4  =  2879.  I^  their  second  paper  they 
obtained  a  much  higher  value,  viz,  A  —  2940. 

In  1906  Holbom  and  Valentiner  •  obtained  a  value  of  C— 14  200 
as  a  result  of  a  series  of  spectrophotometric  measurements.  This 
is  now  admittedly  in  error,  owing  to  an  erroneous  temperature 
scale  in  which  the  melting  point  of  palladium  was  taken  to  be 
1575®  instead  of  about  1550^  Recently  Valentiner"  corrected 
this  value,  raising  it  to  C  — 14  350. 

During  the  past  seven  years  these  investigations  have  been  pur- 
sued by  Warburg  *^  and  his  collaborators.     In  their  first  commu- 

•  FMcfaen.  aitzber.  Akad.  Wte..  Bcrttn.  ti,  p.  409: 1899. 

'  FMcfaen,  Ann.  der  Phyt..  4,  p.  977;  1901. 

i  I^tmnnerattd  Piingshdm,  Verb.  Phys.  Oes..  1,  pp.  aj,  ais;  1899. 

•HoUMrn  and  Valentiner.  Am.  der  Phys.  (4).  tt,  p.  x;  1906. 

M  Valentiner,  Am.  der  Phys.  (4).  t9,  p.  489;  X9za. 

"  (z)  Wartmrg  and  Leithauser.  Z.  S.  f  Or  Instrk..  SO,  p.  xx8.  19x0;  (a)  Warburg  and  I^eitbanser.  Z.  & 
for  Instrk.,  tl.  p.  xa4.  t9zt;  (3)  Warborg,  Hupka,  and  MOller,  Z.  S.  fOr  Instrk.,  t2,  p.  X34,  xgxa;  (4)  War 
burg.  Leithauser,  Hupka,  and  Mflller,  Sitzer  Akad,  Wias.  Berlin  I.,  p.  35,  X9t3;  (5)  Warburg,  lidtbauser. 
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nication  "  they  reported  a  value  of  C  =- 14  570.  They  questioned 
the  temperature  scale  and  proceeded  to  make  their  investigations 
at  high  temperatures  by  using  the  radiation  laws  to  establish  their 
temperature  scale,  thus  avoiding  the  temperature  scale  as  trans- 
ferred from  the  gas  thermometer  by  means  of  thermocouples. 
They  retain  only  one  temperature  fixed  point,  viz,  gold  at  1064^ 
(later  1063®).  The  higher  temperatiu-es  (1400®)  were  determined 
radiometrically. 

In  their  next  communication  (2)  values  are  reported  which 
varied  from  C=  14  200  to  14  600.  In  the  following  report  (3)  the 
fluorite  prism  gave  values  ranging  from  C— 14  300  to  14  600  and 
it  was  discarded.  A  quartz  prism  gave  a  value  of  C=i436o; 
and  in  a  more  complete  paper  (4  and  5)  the  values  of  C  =  14  370 
and  A  —  2894  are  given.  These  values  have  stood  for  some  years. 
A  subsidiary  investigation  (6)  of  the  relative  brightness  of  a  black 
body  at  the  melting  point  of  palladium  and  of  gold  gave  a  value 
of  C  — 14440. 

Recently  further  data  (8  and  9)  were  published,  in  which  a  value 
of  C— 14  250  was  obtained  from  the  temperature  scale  based  on 
the  Stefan-Boltzmann  law  of  total  radiation  and  a  value  of  C— 
14  300  or  14  400  was  obtained  by  using  the  Wien  displacement  law 
to  establish  the  temperature.  The  imcertainty  in  the  value  of  C  — 
14  300  or  14  400  is  owing  to  the  imcertainty  in  their  calibration 
curve  (refractive  indices)  of  the  quartz  prism  which  is  now  being 
investigated.  The  present  status  is  the  adoption  "  of  the  value  of 
C—14  300,  although  from  the  reliability  of  Paschen's  determina- 
tions of  the  refractive  indices  of  quartz  the  chances  are  that  the 
higher  value  (C- 14  350  to  C- 14  400)  may  be  found  nearer  the 
correct  value. 

In  passing,  it  is  of  interest  to  note  that  their  recent  determina- 
tions of  the  absorption  coefficients  of  quartz  are  in  close  agreement 
with  those  published  by  the  writer,"  excepting  at  2.21  /i,  where 
they  find  a  narrow  absorption  band.  Any  errors  made  in  elim- 
inating the  effect  of  this  absorption  upon  the  spectral  energy 
curve  will  aflfect  the  temp^atm-e  scale  and  hence  indirectly  the 
value  of  the  spectral  radiation  constant. 

From  this  brief  review  of  the  experimental  data  nnw  available 
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IV.  SUMMARY 

The  present  paper  gives  the  result  of  a  recomputation  of  the 
constants  of  spectral  radiation  of  a  black*  body,  which  had  been 
published  in  a  previous  paper.  This  recomputation  was  necessi- 
tated as  the  result  of  the  adoption  of  a  new  and  apparently  more 
reliable  calibration  curve  of  the  fluorite  prism  used  in  the  work, 
and  as  a  result  of  the  discovery  of  a  small  error  which  was  found 
in  the  previous  computations.  Although  these  errors  are  small 
(and  would  have  been  consideied  negligible  four  years  ago)  they 
happen  to  be  of  the  same  sign  and  hence  have  an  appreciable 
eflfect  upon  the  final  result. 

The  results  of  the  present  computations  give  a  mean  value  of 
C=*  14  369,  which  is  close  to  the  mean  value  of  all  the  published 
data. 

The  data  of  other  investigators  are  stanmarized  and  it  is  found 
that  they  lie  close  to  C  =»  14  350. 

Prom  a  consideration  of  the  data  now  available  it  appears  that 
the  values  of  the  constants  of  spectral  radiation  are  close  to 

C  =  14  350  micron  degrees. 
A  =  2890  micron  degrees. 

and  that  the  coeflScient  of  total  radiation  is  of  the  order  of 

<r=5.7  X 10-"  watt  cm"*  deg.~* 

This  indicates  that  the  constant,  h,  of  the  quantum  theory  is  of  the 
order  h  =  6.56  to  6.57  X 10"*^  erg  sec. 

Washington,  March  24, 1916. 
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APPENDIX 

NOTE  ON  METHODS  OP  CALCULATING  THE  SPECTRAL  RADUTION  CON- 
STANTS 

Because  of  the  difficulties  involved  in  maintainiTig  a  vacutun 
bolometer  at  a  constant  radiation  sensitivity  or  in  determining  its 
radiation  sensitivity  from  day  to  day  it  has  been  the  custom  to 
observe  isothermal  spectral  energy  curves  and  compute  the  value 
of  Xm  as  an  intermediary  step  in  obtaining  the  value  of  the  con- 
stant C 

In  the  work  just  described  the  radiation  sensitivity  of  the  vacumn 
bolometer  was  determined  by  using  the  black  body  as  a  standard 
of  radiation.  It  was  therefore  not  possible  to  compare  data  ob- 
tained on  diflferent  days,  although  the  black  body  served  as  a  con- 
venient standard  of  radiation  for  comparison  while  observing  any 
one  isothermal  energy  curve. 

The  difficulty  in  obtaining  a  value  of  the  constant  C  by  compu- 
tation from  observations  on  an  isothermal  spectral  energy  cturve 
has  always  been  due  to  the  uncertainty  as  to  what  formula  should 
be  used.  If  the  Wien  equation  is  used,  then  a  — 5;  and  if  the 
Planck  equation  is  used,  then  a* 4.9651. 

In  computing  his  values  of  Xm  Paschen  used  the  Wien  equation, 
although  it  did  not  fit  his  best  data.  This  gave  him  a  high  value 
of  C,  as  mentioned  on  a  previous  page,  where  a  lower  and  more 
probable  value  is  given. 

From  the  very  beginning  of  his  investigations  on  black-body 
radiation  the  writer  fotmd  that  the  Wien  equation  did  not  fit  his 
spectral  energy  ciu^es.  The  assumption  was  therefore  tenta- 
tively made  that  the  observed  curves  fit  the  Planck  equation;  and, 
at  the  completion  of  the  investigation,  this  was  fotmd  to  be  true 
for  about  75  per  cent  of  all  the  observed  curves.  This  conclusion 
was  based  upon  tiie  tmiformity  of  the  values  of  X^  which  resulted 
from  computation  (by  the  method  of  equal  ordinates  fixi^^xa) 
of  values  of  X^  and  X^  which  were  taken  far  apart,  and  also  close  to- 
gether, on  the  observed  isothermal  spectral  energy  curve. 

The  method  of  equal  ordinates  was  used  because  in  this  manner 
it  was  possible  to  utilize  values  of  X^  and  X,  which  correspond  with 
values  of  £xi  and  £^2  which  are  closely  the  same  in  magnitude  as 
originally  observed,  and  hence  contain  the  same  errors  of  observa- 
tion;" also  the  slit  widths  are  closely  the  same.     This  method 
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mits  the  selection  of  parts  of  the  spectral  energy  curves  which  are 
free  from  atmospheric  absorption  bands.  This  accotmts  for  the 
uniformity  of  the  values  of  tibe  constant  C,  given  on  a  preceding 
page,  although  from  the  irregular  appearance  of  the  complete 
curves  this  does  not  seem  possible.  (See  Fig.  i.)  At  a  tempera- 
ture of  1000°  C.  and  at  X,  =  4.5/i  to  6/i  an  error  of  X  =  0.05/i  changes 
Xm  by  0.007M  to  0.008/i.  This  amounts  to  0.7  per  cent  in  the  value 
of  C,  and  is  much  greater  than  would  occur  in  practice. 

The  data  obtained  by  Warburg^*  and  his  collaborators  were 
calculated  by  using  £xii  Em,  \,  and  Xm.  This  may  introduce  com- 
plications because  Em  often  occurs  in  the  r^on  of  the  spectnun 
where  there  are  atmospheric  absorption  bands,  and  where  the 
slit-width  data  are  difficult  to  determine.  The  method  requires 
a  more  accurate  knowledge  of  the  calibration  of  the  prism  and 
greater  refinements  in  the  observations.  They  found  that,  using 
a  fluorite  prism,  the  value  of  C  computed  by  using  \  on  the  short 
wave-length  side  of  Xm  was  different  from  the  value  obtained  by 
taking  X,  on  the  long  wave-length  sidfe  of  Xm.  In  the  second  paper 
they  report  that  when  using  a  quartz  prism  (which  has  about 
three  times  the  dispersion  of  fluorite  and  hence  gives  greater  accu- 
racy in  wave  lengths,  spectral  purity,  etc.)  this  difficulty  was  not 
fotmd.  Of  course,  this  test  could  not  be  made  in  the  long  wave 
lengths  because  of  the  opacity  of  the  prism.  However,  it  seems 
quite  conclusive  that  the  disagreement  in  the  computations,  when 
using  the  data  obtained  with  a  fluorite  prism,  is  to  be  attributed 
to  experimental  errors  rather  than  to  failure  of  the  Planck  equa- 
tion. The  writer  experienced  this  same  difficulty  when  using  this 
method  of  computation,  and  hence  used  the  method  of  calculat- 
ing the  constants  by  taking  equal  ordinates  on  the  isothermal 
spectral  energy  curve. 

The  method  of  equal  ordinates  necessitates  reducing  the  pris- 
matic spectral  energy  measurements  to  a  normal  spectrum, 
plotting  the  data  upon  coordinate  paper  and  drawing  in  a  smooth 
curve  from  which  the  values  of  \  and  X,  are  read  corresponding 
with  the  equal  ordinates  E^t  and  E^.  Although  it  requires  but 
little  additional  time  to  plot  the  data  after  having  made  the  ob- 
servations, if  one  is  certain  that  the  observations  lie  close  to 
the  curve,  the  obviously  logical  procedure  is  to  compute  the 
spectral  radiation  constants  from  any  two  observed  points,*' 
^xi  and  Ey2-  This,  however,  does  not  shorten  the  observational 
work,  for,  as  in  previous  investigations,  it  will  be  necessary  to 
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curve  and  preserve  it  for  future  reference.  If  the  observations  do 
not  lie  close  to  the  smooth  curve  then  this  method  is  slightly, 
arbitrary  as  to  the  maimer  of  combining  the  observations  so  as 
to  obtain  an  integration  of  the  whole  curve  without  making  more 
computations  th^  would  be  used  in  the  "method  of  equal  ordi- 
nates.'^ 

The  appropriate  formula  for  computing  the  radiation  con- 
stants from  any  two  points  on  an  isothermal  spectral  energy 
.  ciu^e  is  easily  deduced  from  Planck's  equation,  and  in  its  com- 
plete form,  as  shown  by  Dr.  Bellinger,  is: 


\\T 


{\-\)\oge 


[,<^^  +  5,og^-,„g(i^)]..(.) 


The  term  "  log  (i  —er^*^  "  may  be  expanded  into  a  series  and 
usually  all  the  factors  can  be  neglected,  except  one  which  is  log 
^.^-<vxiT  j^  is  therefore  necessary  to  know  the  approximate 
value  of  C,  as  was  required  in  the  writer's  "  method  of  computa- 
tion. 

Dr.  Dellinger  has  made  computations  on  data  observed  by  the 
writer,  using  values  of  Exi  and  Exj,  which  are  on  opposite  sides 
of  Em,  and  which  are  closely  the  same  in  magnitude.  He  obtained 
values  of  Xm,  which  are  in  very  close  agreement  with  the  data 
obtained  by  the  writer,  who  used  the  method  of  equal  ordinates, 
jBx,  =£xa.  However,  when  the  computations  were  made  for  two 
points  which  are  on  the  same  side  of  the  maximtun  and  which  do 
not  lie  close  to  the  smooth  curve  drawn  through  all  the  observa- 
tions, some  of  the  values  of  Xm  are  discordant,  as  observed  by 
Warburg.  This  disagreement,  however,  was  not  systematic  as 
observed  by  Warburg  and  it  was  not  greater  than  the  experimental 
OTors  (2  per  cent)  that  may  easily  be  present  in  the  work.  This 
may  seem  a  little  disconcerting  to  those  not  familiar  with  the  diflB- 
culties  in  obtaining  the  observations.  It  is  therefore  relevant  to  say 
that  because  of  tiie  small  dispersion,  the  large  errors  of  observa- 
tion, the  uncertainties  in  the  dispersion  and  in  the  slit-width 
factors,  the  possible  presence  of  scattered  radiation  (which  appears 
at  4.5/t  to  5/t  in  the  spectrum  produced  by  a  prism  containing 
numerous  cleavage  surfaces),  variations  in  temperature  of  the 
radiator,  etc.,  the  writer  is  of  the  opinion  that  ^e  use  of  equal 
ordinates  (£xi  ^'Exi),  or  the  use  of  the  general  solution  of  Planck's 
equation  in  which  Ex^  and  £x»  are  closely  the  same  and  on  opposite 
sides  of  Emf  is  the  most  satisfactory  method  of  calculating  the 
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In  Fig.  I  is  shown  the  observed  spectral  energy  curve  (in  dotted 
lines;  Series  I/XXXVI,  1912;  see  Table  i)  of  a  black  body  at  a 
temperatiu^  of  1077®  C.  The  normal  curve  is  shown  by  the  con- 
tinuous line.  The  arrows  indicate  points  at  which  values  of  Xi 
and  X,  were  taken  in  order  to  compute  Xm  by  the  method  of  equal 
ordinates. 

This  curve  is  typical  of  what  was  obtained  when  operating  the 
radiator  at  800^  to  1000^  C.  From  1.7/i  to  3.5/i  ^e  curve  is 
irregular  and  often  deeply  indented,  owing  to  atmospheric  absorp- 
tion bands  of  water  vapor  and  carbon  dioxide.  Part  of  the  inden- 
tation at  1.7/t  might  be  caused  by  errors  in  the  slit-width  factors 
used  for  reducing  the  data  to  a  normal  spectrum  and  by  absorp- 
tion in  the  prism  which,  although  quite  free  from  color,  belonged 
to  the  green  variety  of  fluorite.  An  examination  *•  of  samples  of 
lightly  colored  green  fluorites  showed  small  absorption  bands  at 
1.6  to  3.5/t.  Hence  no  attempt  was  made  to  obtain  high  accu- 
racy in  the  observations  extending  from  2m  to  3/1,  for  it  was  not 
intended  to  use  the  data  in  the  computations. 

The  absorption  bands  of  atmospheric  water  vapor  at  5. 6m  to 
6.2/4  were  also  investigated.**  At  6.25/4  there  is  a  narrow  region 
of  minimum  absorption,  amounting  to  lo  to  12  per  cent,  followed 
by  absorption  bands  at  6.3  to  6.7/4. 

In  Fig.  I  the  circles  represent  the  computed  emission,  using 
Planck's  equation  and  C  =  14  350.  In  the  region  of  the  spectrum 
from  1/4  to  1.6/4  and  from  3.6/4  to  5.5/4  there  is  a  complete  agree- 
ment between  the  observed  and  the  computed  cin-ve.  Several 
observed  points  deviate  from  the  smooth  curve  by  i  to  2  per  cent, 
which  is  better  than  one  can  expect,  considering  the  fact  that  a 
correction  had  to  be  applied  for  a  change  in  the  radiation  sensi- 
tivity of  the  bolometer. 

An  inspection  of  Fig.  i  and  Eq.  2,  shows  that  inconsistent 
values  of  C  must  result  from  combining  data  which  are  above  and 
below  the  smooth  curve  and  on  the  same  side  of  X^.  The  com- 
putation by  the  method  of  equal  ordinates  suppresses  these  errors 
of  observation  by  estimating  the  value  of  E^^  =  ^^x,  and  by  placing 
more  of  the  biu-den  of  proof  upon  determinations  of  Xi  and  \. 

In  obtaining  the  experimental  data  the  usual  procedtu^  was  to 
begin  observations  by  making  a  few  readings  at  a  few  points  pre- 
ceding the  wave  length  (1/4  in  this  series)  at  which  computations 
were  to  be  made.  Tniis  was  done  for  the  purpose  of  "  warming  up 
the  apparatus"  and  for  obtaining  the  "purity  factor"  to  reduce 
the  data  to  a  normal  spectnun.  Only  three  readings  were  made 
at  0.92/I1  and  the  temperature  of  the  radiator  had  not  yet  become 
steady.  Hence,  the  writer  does  not  consider  the  smaU  diflference 
between  the  observed  and  the  computed  value  at  0.92/4  to  be  due 
to  a  real  disagreement  between  theory  and  experiment.  The 
same  is  true  for  the  region  of  the  spectnun  beyond  6/4.    Correcting 

!•  This  Bulktiii.  •.  p.  zi6,  Pift.  la. 
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for  atmospheric  absorption  at  6.24/i  produces  exact  coincidence 
between  the  observed  and  the  computed  values.  When  one  con- 
siders that  an  accuracy  higher  than  i  per  cent  was  difficult  to 
attain,  and  that  momentary  disturbances  might  introduce  a  range 
of  2  to  5  per  cent  in  the  galvanometer  readings  which  were  less 
than  2  cm  deflection,  it  is  safe  to  say  that  the  Planck  equation 
fits  the  experimental  data  to  6.5/1. 
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In  Fig,  2  is  shown  the  spectral  energy  distribution  at  1323°  C. 
It  is  typical  of  the  curves  obtained  at  high  temperatures.  This 
illustration  gives  two  series  of  measurements  obtained  at  different 
dates.  The  theoretical  curve  for  7=1596°  K  and  C=  14350 
coincides  remarkably  well  with  the  observations,  considering  the 
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possibility  of  stray  light,  especially  at  5/i  where  the  observations 
are  high.  The  low  values  at  0.7M  to  im,  in  Figs,  i  and  2,  may  be 
due  to  improper  correction  of  the  absorption  by  the  silver  mirrors. 
The  slight  shearing  of  the  observed  and  the  computed  curves  may 
be  due  to  incorrect  temperatures.  At  any  rate  it  is  hardly  suffi- 
cient to  be  considered  a  real  departure  from  the  Planck  equation; 
although  as  mentioned  in  the  previous  paper  there  are  some  indi- 
cations that  the  Planck  equation  may  not  fit  the  observations 
beyond  7/*. 

As  mentioned  in  the  previous  paper,  these  data  are  the  first 
indication  that  Planck's  equation  fits  the  experimental  observa- 
tions in  this  region  of  the  spectrum.  The  few  discordant  experi- 
mental data  obtained  with  optical  pyrometers  are  hardly  convinc- 
ing proof  that  this  equation  does  not  apply  also  to  measurements 
made  in  the  visible  spectrum.  To  make  the  test  more  conclusive, 
an  outfit  is  being  constructed  for  operating  the  radiator,  and 
spectroradiometric  apparatus  in  a  vacuum,  in  order  to  eliminate 
atmospheric  absorption.  Because  of  the  numerous  subsidiary 
investigations  whidb  must  be  made  preliminary  to  this  investiga- 
tion, some  time  must  necessarily  elapse  before  data  can  be 
obtained  using  all  the  apparatus  in  a  vacutun. 
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I.  INTRODUCTION 

The  investigatioii  of  the  silver  voltameter  at  this  Btireau  was 
first  b^;un  by  the  late  Dr.  K.  E.  Guthe  in  1904.  His  results 
were  publish^  in  two  papers*  about  a  year  later.  The  work 
was  taken  up  again  at  the  Bureau  in  1907,  when  Dr.  N.  E.  Dorsey, 
in  cooperation  with  the  present  authors,  b^an  what  was  intended 
to  be  a  short  series  of  determinations  to  accompany  the  absolute 
meastirements  of  current  with  the  Rayleigh  balance,  which  was 
then  under  construction.  The  results  obtained  at  this  time  did 
not  altogether  confirm  the  experiments  of  the  National  Physical 
Laboratory  which  were  then  newly  published,  and  new  difficul- 
ties arose  which  were  not  understood.  These  experiments  were 
not  published. 

In  the  following  year  the  work  was  resumed  and  preparations 
for  a  very  thorough  study  of  the  silver  voltameter  were  made. 
The  voltameter  received  added  importance  when  the  ampere 
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was  adopted  by  the  London  Electrical  Congress  as  the  second 
fundamental  electrical  tmit,  so  that  the  investigations  which  the 
present  authors  began  in  the  summer  of  1908  have  passed  beyond 
the  original  plans  in  scope  and  dm-ation.  This  has  also  been  due 
in  large  measure  to  the  numerous  and  intricate  sources  of  error 
which  were  discovered  in  the  course  of  the  work,  all  of  which 
required  painstaking  investigation. 

Several  photographs  of  the  laboratories  devoted  to  the  voltam- 
eter work  are  of  interest  as  a  matter  of  record.  Fig.  i  shows 
part  of  the  voltameter  laboratory  during  the  time  that  the  work 
of  Parts  I  to  IV  and  the  comparison  of  the  silver  and  iodine  vol- 
tameters was  in  progress.  The  apparatus  for  controlling  the 
current  and  measuring  the  time  are  clearly  shown,  as  well  as  the 
voltameters  themselves.  Another  view  of  this  same  room  which, 
however,  does  not  show  much  of  the  apparatus  was  published  in 
the  paper  on  the  comparison  of  the  silver  and  iodine  voltameters 
(vol.  10,  p.  427).  Figs.  2  and  3  show  the  new  voltameter  labora- 
tory (except  the  chemical  laboratory).  This  was  equipped  with 
the  same  apparatus  brought  from  the  old  laboratory  when  the 
electrical  diviaon  of  the  Bureau  moved  into  its  new  building. 
Fig.  3  shows  the  entrance  to  the  constant  temperature  balance 
room.  The  balances  were  read  by  the  telescopes  and  scales  which 
iawe  seen  at  the  windows  on  either  side  of  the  door.  In  this  new 
laboratory  the  experiments  on  inclusions  in  the  silver  deposits 
were  made,  and  also  some  experiments  for  the  paper  on  the  vol- 
ume effect.  In  addition  to  this  suite  of  rooms,  a  small  chemical 
laboratory  completely  equipped  was  reserved  for  the  preparation 
and  testing  of  the  silver  nitrate. 

Other  experimenters  have  cooperated  with  the  present  authors 
during  the  last  seven  and  one-half  years,  and  their  names  appear 
on  the  various  publications  in  which  they  were  partictilarly  con- 
cerned. First  of  these  was  Dr.  A.  S.  McPaniel,  who  joined  us  in 
July,  1909,  to  study  the  effects  of  filter  paper  on  silver-nitrate  solu- 
tions and  to  devise  means  for  the  ptuification  and  testing  of  silver- 
nitrate  solutions.  He  also  investigated  a  number  of  other  chem- 
ical questions  which  arose  during  the  time  he  was  a  member  of 
the  Btu-eau  staff.  Dr.  McDaniel  resigned  from  the  Bureau  in 
March.   loi^.     A  few  months  later  Dr.  S.   T.  Bates,  who  was 
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96  500  coulombs  as  the  value  of  the  Faraday.  For  five  months 
in  the  early  part  of  1914  we  cooperated  with  Prof.  G.  A.  Hulett, 
professor  of  physical  chemistry  in  Princeton  University,  in  mak- 
ing joint  comparisons  of  methods  and  materials  for  the  silver  vol- 
tameter, during  which  a  previously  neglected  soiu^ce  of  error  in 
washing  the  deposits  was  discovered.  Lastly,  William  M.  Bovard, 
assistant  in  chemistry  in  Princeton,  has  collaborated  at  the  Btu-eau 
in  a  determination  of  the  foreign  material  included  in  the  silver 
deposits. 

It  seems  desirable  at  the  present  time  to  stunmarize  the  inves- 
tigations that  have  been  in  progress  at  the  Btu-eau  since  1908  in 
order  that  the  results  of  these  experiments  may  be  put  forward 
with  oiu-  proposed  specifications  for  the  silver  voltameter  as  a 
measurer  of  electric  ciurent.  Accordingly,  in  the  present  paper 
we  present  a  r&um6  of  the  preceding  papers  which  are  listed  below, 
and  a  specification  for  work  of  the  highest  precision  with  the  silver 
voltameter  which  embodies  the  results  of  these  investigations. 

The  present  investigations  of  the  voltameters  have  been  pub- 
lished in  the  following  papers: 

The  Silver  Voltameter: 

Part  I,  First  Series  of  Quantitative  Experiments,  by  E.  B.  Rosa  and  G.  W.  Vinal. 
This  BttUetin,  9,  p.  151  (Reprint  No.  194). 
Extended  abstracts  in  J.  Wash.  Acad.  Sci.,  2,  p.  451,  1912;  Elec.  Worid,  60, 
p.  1361,  1913;  Elektiotech.  Zs.,  84,  p.  932,  1913. 
FMt  II,  Chemistry  of  the  Filter-Paper  Voltameter  and  the  Explanation  of  Stria- 
tions,  by  E.  B.  Rosa,  G.  W.  Vinal>  and  A.  S.  McDaniel.    This  Bulletin,  9, 
p.  309  (Reprint  No.  195). 
Extended  abstracts  in  J.  Wash.  Acad.  Sci.,  2,  p.  509,  1912;  Elec.  World,  60, 
p.  1262, 1912;  Elektrotech.  Zs.,  84,  p.  233, 1913. 
Part  III,  Second  Series  of  Quantitative  Experiments  and  the  Preparation  and 
Testing  of  Silver  Nitrate,  by  E.  B.  Rosa,  G.  W.  ^^nal,  and  A.  S.  McDaniel. 
This  Bulletin,  9,  p.  493  (Reprint  No.  201). 
Extended  abstracts  in  J.  Wash.  Acad.  Sci.,  8,  p.  40,  1913;  Elec.  Worid,  61, 
p.  84,  1913;  Elektrotech.  Zs.,  84,  p.  1168,  1913. 
Part  IV,  Third  Series  of  Quantitative  Experiments  and  Special  Investigations,  by 
E.  B.  Rosa,  G.  W.  ^^nal,  and  A.  S.  McDaniel.    This  Bulletin,  10,  p.  475 
(Reprint  No.  220). 
Attended  abstracts  in  J.  Wash.  Acad.  Sci.,  4,  p.  52,  1914;  Elec.  World,  68, 
p.  373,  1914;  Elektrotech.  Zs.,  86,  p.  789,  1914. 
Comparison  of  the  Silver  and  Iodine  Voltameters  and  the  Determination  of  the  Value 
of  the  Faraday,  by  G.  W.  Vinal  and  S.  J.  Bates.    This  Btdletin,  10,  p.  425 
(Reprint  No.  218);  J.  Am.  Chem.  Soc.,  86,  p.  916,  1914. 
Extended  abstract  in  J.  Wash.  Acad.  Sci.,  4,  p.  69,  1914. 
Studies  on  the  Silver  Voltameter,  by  G.  A.  Hulett  and  G.  W.  ^^nal.    This  Bulletin, 
11»  P-  553  (Reprint  No.  240);  J.  Phys.  Chem.,  19,  p.  173,  1915. 
Extended  abstract  in  J.  Wash.  Acad.  Sci.,  4,  p.  593,  19x4. 
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Inclusioiis  in  the  Silver  Voltameter  Deposits,  by  G.  W.  Yinal  and  W.  M.  BoYardL 
This  Bulletin,  18,  p.  147  (Reprint  No.  371);  J.  Am.  Chem.  Soc.,  88,  p.  496, 1916. 

The  Volume  Efifect  in  the  Silver  Voltameter,  by  B.  B.  Rosa  and  G.  W.  Vinal.  This 
Bulletin,  18,  p.  447  (Reprint  No.  283). 

n.  LITERATURE  OF  THE  VOLTAMETER 

In  our  first  paper  we  gave  a  brief  review  of  about  60  of  the 
principal  papers  dealing  with  the  silver  voltameter,  and  in  our 
later  publications  we  have  discussed  some  papers  that  have 
appeared  since.  There  are,  however,  a  considerable  nimiber  of 
papers  that  have  not  been  mentioned.  A  few  of  these  are  referred 
to  below,  but  in  an  appendix  a  list  is  given  of  references  dealing 
with  the  voltameter,  which  includes  the  papers  previously  dis- 
cussed and  a  considerable  number  of  other  references.  This  list 
is  possibly  not  complete,  but  it  is  beUeved  that  it  includes  prac- 
tically all  papers  which  report  the  results  of  investigations  on  the 
silver  voltameter  as  an  instrument  of  precision.  It  also  includes 
many  papers  in  which  the  voltameter  was  used  simply  to  measure 
the  quantity  of  electricity  passmg  through  the  circuit  and  some 
references  dealing  with  the  various  forms  in  which  silver  is  depos- 
ited by  the  electric  current,  etc. 

A  very  old  paper  which  has  recently  come  to  om-  attention  is 
interesting  enough  to  call  for  brief  notice  here.  It  is  by  William 
Stiu-geon,'  who  was  sometimes  inclined  to  be  a  severe  critic  of 
Faraday  and  his  experiments.  In  view  of  the  present  tuiiversal 
acceptance  of  Faraday's  laws  of  electrolysis  and  the  use  of  the 
voltameter  principle  for  a  primary  electrical  standard  it  is  some- 
what amusing  to  read  Sturgeon's  views  of  Faraday's  voltameter, 
as  follows: 

The  instrument  certainly  measures  the  gases  liberated  by  the  electric  current, 
eq)ecially  the  hydrogen  i^en  collected  separately,  and  in  that  capacity  becomes  an 
electrogasometer;  but  it  has  no  pretensions  whatever  to  the  dignified  rank  oT  a  measure 
of  either  the  absolute  or  relative  quantities  of  the  electric  matter  transmitted.  The 
idea  of  its  indicating  the  extent  of  action  in  the  voltaic  battery  wotdd  be  perfectly 
absurd. 

In  191 1  Prof.  Egoroff  •  published  a  preliminary  accotmt  of  the 
work  which  was  being  done  on  the  electrical  imits  at  the  Russian 
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Mile.  Ferringer.*  She  has  determined  the  voltage  of  some  of  the 
Weston  cells  prepared  for  the  Russian  Bureau  of  Weights  and 
Measures.  Four  determinations  with  the  voltameter  of  cell  E 
average  very  nearly  i. 01 830. 

Boltzmann  *  published  in  191 2  an  account  of  his  careful  re- 
searches on  the  voltameter.  He  made  tests  for  inclusions  in 
his  deposits  by  the  method  of  heating  the  cups  and  deposits  to 
a  high  temperature.  Without  mentioning  the  formation  of 
platinmn  black  in  this  process,  the  precautions  which  he  took  in 
preparing  the  cups  probably  eliminated  this  as  a  source  of  error  in 
determining  the  inclusions.  The  results  which  have  been  recently 
obtained  at  this  Btu-eau  are  in  substantial  agreement  with  Boltz- 
mann's  determinations  of  the  inclusions.*  He  found  a  slightly 
greater  deposit  of  silver  when  the  deposits  were  made  on  a  previous 
deposit  than  when  they  were  made  on  the  bare  platinum.  The 
results  led  him  to  conclude  that  this  was  due  to  an  initial  deposition 
of  hydrogen  on  the  bare  platinum.  We  think  this  conclusion 
correct,  but  probably  it  occiu^  only  under  special  conditions.  We 
made  special  experiments  ^  to  determine  the  possibility  of  the 
deposit  being  diminished  by  an  initial  deposition  of  hydrogen  ions 
on  the  ordinary  platinum  cups  and  found  that  this  was  not  the  case.. 
The  recent  work  done  here  on  the  matter  of  inclusions  ydll,  how- 
ever, afford  a  ready  explanation  of  the  phenomenon  observed  by 
Boltzmann.  We  may  reasonably  assume  that  his  cups  after  heat- 
ing to  redness  contained  a  slight  alloy  of  silver  and  platinum  which 
would  leave  a  thin  layer  of  platinum  black  when  the  silver  was 
removed.  Boltzmann  tells  us  that  he  glowed  the  cups  before 
making  the  next  deposit  and  this  would  convert  the  platinmn  black 
to  platinum  gray.  The  platinmn  gray,  as  we  have  shown,  does 
cause  a  diminution  of  the  deposit,  probably  owing  to  its  catalytic 
action  on  the  hydrogen  ions.  The  important  point  here,  however, 
is  that  Boltzmann's  explanation  holds,  in  our  opinion,  only  when 
the  cup  contains  platinum  gray,  which  is  an. abnormal  condition. 
He  made  experiments  on  the  anode  liquid  and  found  it  without 
effect  on  the  cathode  deposit.  He  also  made  experiments  on  the 
effetctt  of  Hc^ht  on  the  voltameter,  with  nec^fttive  re<5ii1t« 
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in  addition  made  determinations  with  the  silver  voltameter,  find- 
ing 1.01826  international  volts  at  20^  C  for  the  cell  and  1.11802 
mg  per  coulomb  for  the  absolute  electrochemical  equivalent  of 
silver.  These  are  in  excellent  agreement  with  the  values  foimd 
by  ourselves.* 

Cohen  *®  investigated  the  validity  of  Faraday's  first  law  at  high 
pressures.  He  arranged  a  voltameter  which  could  be  subjected 
to  1500  atmospheres  presstu^e  and  compared  it  with  a  similar  vol- 
tameter in  free  air.  He  found  no  appreciable  diflference  between 
them  due  to  the  pressure. 

A  paper  by  Lowry,"  dealing  with  the  solvent  properties  of  silver- 
nitrate  solutions,  is  an  important  contribution  to  the  voltameter 
literature  because  of  its  bearing  on  the  ptu'ification  of  silver  nitrate. 
The  paper  gives  quantitative  data  on  the  amount  of  chlorides, 
bromides,  iodides,  and  sulphides  held  by  silver-nitrate  solutions  at 
different  concentrations  and  temperatures. 

Jaeger  and  Von  Steinwehr  "  pubUshed  a  short  paper  in  19 14 
referring  to  the  names  of  the  different  types  of  voltameter.  Prior 
to  April,  1910,  we  had  referred  to  an  arrangement  of  the  voltameter 
consisting  of  a  glass  dish  underneath  the  anode  as  the  Kohlrausch 
voltameter."  In  deference  to  what  we  understood  to  be  Dr. 
Jaeger's  opinion  on  the  question  we  ceased  to  call  this  arrangement 
the  Kohlrausch  voltameter,  and  subsequently  referred  to  it  as  the 
Poggendorflf  voltameter.  This,  however,  was  not  what  was  de- 
sired, and  we  are  taking  this  opportunity  to  correct  the  matter. 
The  Kohlrausch  form  of  voltameter  being  especially  used  in  Gerr 
many,  it  is  proper  to  designate  it  according  to  the  usage  of  that 
country.  It  is  now  our  understanding  that  the  arrangement  which 
we  have  described  as  the  Poggendorflf  voltameter**  when  used 
without  silk  or  other  organic  wrapping  arotmd  the  anode  should 
be  called  the  Kohlrausch  voltameter.  When  an  organic  covering 
of  the  anode  is  used,  the  instrument  is  not  properly  to  be  called  a 
Kohlrausch  voltameter.  We  show  in  Fig.  4  a  photograph  of  a 
Kohlrausch  voltameter  as  we  have  recently  used  it  at  this  Btireau. 
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and  Von  Steinwehr  ^*  they  express  the  opinion  that  Richards  and 
Anderegg  have  not  proved  their  conclusions  as  to  the  inclusions 
in  the  silver-voltameter  deposits,  and  they  also  state  that  we  have 
not  shown  the  volume  eflfect  in  any  other  form  of  voltameter  than 
the  porous-cup  form.  In  answer  to  this  latter  statement  we  have 
recently  published  "  a  rather  full  account  of  our  experiments  on 
the  voltune  eflfect,  including  some  experiments  made  recently. 

In  a  note  in  the  October  (191 6)  number  of  the  Journal  of  the 
American  Chemical  Society,  Richards  and  Anderegg  correct  some 
statements  made  in  their  earUer  paper  ^^^  and  admit  the  correctness 
of  the  silver  voltameter  work  of  the  Bureau  of  Standards,  and  also 
admit  the  presence  of  errors  in  their  own  work  which  vitiated  their 
conclusions  as  to  the  magnitude  of  the  inclusions  in  the  silver 
deposit. 

Since  this  paper  has  gone  to  press  we  have  received  a  copy  of 
Obata's  paper  on  the  voltameter."^  He  has  made  careful  meas- 
xirements  of  the  voltage  of  the  Weston  cell,  finding  i. 018260  volts 
aat  20®  C.  He  also  investigated  the  eflfect  of  add  in  the  voltameter 
and  obtained  a  relation  almost  identical  with  that  which  we  gave."* 

m.  SUMMARY    OF    THE    VOLTAMETER    WORE    AT    THE 
BUREAU  OF  STANDARDS  ^» 

When  the  international  technical  committee  met  in  Washington 
in  the  spring  of  1910  to  carry  out  voltameter  measurements  and 
to  determine  the  voltage  of  the  Weston  normal  cell,  we  presented 
to  the  del^ates  a  report"  of  our  work  previous  to  that  time. 
This  report  was  in  the  form  of  short  paragraphs  stunmarizing  om- 
conclusions.  We  have  made  use  of  much  of  the  material  in  that 
report  in  what  follows,  but  it  has  been  rearranged  and  revised. 
In  addition  to  this  we  have  added  the  conclusions  drawn  from  • 
our  subsequent  work.  To  each  paragraph  is  appended  a  series 
of  references  to  the  principal  places  in  otu-  papers,  as  published  in 
the  Bulletin,  where  the  experimental  results  or  a  more  complete 
discussion  may  be  found.  These  references  are  designated  by 
the  volimie  and  page  of  the  Bulletin.  They  furnish  a  ready  guide 
to  the  preceding  papers,  but  can  not  be  regarded  as  a  complete 
index. 
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10  cxx)  too  heavy.  Using  a  tTiinimnni  quantity  of  filter  paper  the 
effect  is  proportionally  decreased,  but  an  excess  in  weight  is  always 
found  which  in  precise  work  is  far  too  much  to  n^lect.  Different 
grades  of  filter  paper  produce  approximately  the  same  effect  if  used 
in  equal  quantities.  A  preliminary  washing  of  the  filter  paper  with 
dilute  alkali  and  water  reduces  the  excess  but  does  not  eUminate  it 

2.  2*  The  striations  and  excess  in  weight  are  also  produced  if 
instead  of  placing  the  filter  paper  in  the  voltameter  while  the  silver 
is  being  deposited  it  is  allowed  to  stand  in  the  electrolyte  for  a 
time  before  the  latter  is  electrolyzed,  the  clear  solution  being 
poured  or  filtered  off  and  electrolyzed  in  a  voltameter  without 
filter  paper.  If  the  electrolyte  is  merely  filtered  through  filter 
paper  before  electrolysis,  an  appreciable  increase  in  the  weight  of 
silver  will  be  found.  Again,  if  the  electrolyte  is  made  up  from 
pm-e  silver  nitrate  and  distilled  water  in  which  latter  filter  paper 
has  stood  for  some  time,  the  deposit  will  be  striated  and  too 
heavy.  The  water  poured  off  from  the  filter  paper  contains  some- 
thing (oxycellulose  and  cellulosehydrates)  extracted  from  the  filter 
paper,  and  we  have  called  this  soluble  extract  for  convenience 
"  filter-paper  extract.  * ' 

3.  ^  This  effect  of  filter  paper  in  producing  striated  deposits 
offered  a  valuable  means  of  tracing  out  the  nattu'e  of  its  action 
upon  the  electrolyte.  By  this  means,  and  also  other  methods,  the 
influence  of  filter  paper  upon  the  electrolyte  was  established. 

4.  *^  The  constituents  of  the  filter  paper  which  are  active  in  the 
voltameter  are  soluble  in  water,  since  aqueous  extracts  of  filter 
pap^  produce  even  more  pronounced  effects  than  the  filter  piaper 
itself.  Yet  these  active  substances  can  not  be  foreign  impurities 
associated  with  the  cellulose  of  the  filter  paper,  since  repeated 
extraction  does  not  diminish  the  activity  of  the  filter  paper  in  the 
voltameter. 

5.  **  Concentrated  filter-paper  extracts  reduce  neutral  or  faintly 
add  silver-nitrate  solution  to  a.  wine-red  colloidal  solution  of 
metallic  silver  under  ordinary  conditions.  This  colloidal  solution 
is  permanent  in  the  presence  of  silver  nitrate  and  other  electro- 
lytes, owing  to  the  protective  action  of  the  reversible  organic  col- 
loid which  is  extracted  from  the  filter  paper.    This  colloidal  silver 
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nearly  pure  metallic  sUver  containing  a  little  organic  material. 
It  changes  spontaneously  into  ordinary  gray  metallic  silver  imder 
certain  conditions,  is  insoluble  in  ammonium-hydroxide  solution, 
soluble  in  30  per  cent  nitric  acid,  soluble  in  potassium  cyanide, 
and  completely  amalgamates  with  mercury  at  ordinary  tempera- 
tures. 

6.  "  The  reduction  of  neutral  silver-nitrate  solution — that  is, 
containing  no  "uncombined"  acid — ^by  filter-paper  extract  is 
accompanied  by  the  liberation  of  nitric  acid.  The  detection 
of  this  "free"  nitric  acid  is  complicated,  however,  by  the  fact 
that  silver  nitrate  is  slightly  hydrolyzed  in  solution  and  also 
reacts  with  litmus  and  certain  other  indicators.  These  diffi- 
culties were  overcome,  however,  by  precipitating  the  silver  as 
chloride  by  means  of  pure  neutral  sodium  or  potassium  chloride 
and  filtering  by  means  of  asbestos  or  finely  divided  platintun; 
the  test  is  then  made  upon  the  filtrate.  Tests  made  in  this  way 
show  that  silver  nitrate  solution  contaminated  with  filter-paper 
extract  is  at  first  basic  (to  the  same  extent  as  the  extract  itself 
when  diluted  to  the  same  amount),  but  becomes  less  basic  on 
standing,  and  finally  acid. 

7.  *"  The  action  of  the  filter  paper  (cellulose)  is  not  due  to  the 
formation  of  either  silver  nitrite  or  of  silver  hyponitrite,  as  sug- 
gested by  Smith  and  Lowry,  but  certain  other  reduction  products 
of  nitric  acid,  notably  hydrazine  nitrate,  when  added  to  the 
electrol3rte,  cause  the  deposit  to  become  striated.  Careful  tests 
showed,  however,  that  none  of  these  reduction  products  of  nitric 
acid  are  formed  in  the  voltameter  under  ordinary  conditions. 

8.  *^The  action  of  salts  of  hydrazine,  hydroxylamine,  etc., 
in  the  voltameter  was  found  to  be  due  simply  to  their  strongly 
reducing  character.  Any  strong  reducing  agent  capable  of  pre- 
cipitating colloidal  metallic  silver  from  neutral  silver-nitrate 
solution,  when  added  to  the  electrolyte,  causes  the  silver  deposit 
to  become  striated  similar  to  the  deposits  formed  when  filter 
paper  is  present.  Weaker  reducing  agents,  such  as  cane  sugar, 
starch,  hydrocarbons,  etc.,  do  not  produce  these  effects.  It 
would  thus  appear  that  cellulose  Coure  filter  naner)  i»  d.  stroneer 
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9.  ^  The  strong  reducing  action  of  cellulose  is  due  to  the  forma- 
tion of  a  film  of  oxxcellulose  on  the  surface  of  the  fibers  when 
exposed  to  the  air  imder  ordinary  conditions.  This  very  small 
amount  of  oxycellulose  may  be  almost  completely  extracted 
with  water  (more  completely  with  dilute  alkali),  but  begins  to 
form  again  immediately  on  exposure  to  the  same  conditions. 
The  concentrated  filter-paper  extracts,  especially  the  extracts 
made  with  dilute  alkali,  are  straw  yellow  in  color  and  yield  appre- 
ciable amounts  of  furfuraldehyde  when  distilled.  Dilute  nitric 
acid  increases  the  amotmt  of  fiufural  obtained  by  distillation. 
The  strong  reducing  action  of  oxycellulose  is  not  due  to  its  de- 
composition into  reducing  sugars  such  as  dextrose,  but  probably 
to  its  decomposition  into  furfiuuldehyde.  Its  colloidal  nature 
also  probably  influences  its  reducing  properties. 

10.  ^'The  oxycellulose  extracted  is  colloidal  in  character,  as 
revealed  by  examination  with  the  ultramicroscope.  It  shows  a 
basic  reaction  toward  methyl  orange  smd  iodeosine,  and  may  be 
accurately  titrated  against  N/iooo  acid  by  means  of  the  latter 
indicator.  It  is  a  reversible  colloid  in  the  sense  defined  by  Zsigs- 
mondy.  Under  usual  conditions  it  migrates  toward  the  anode. 
Only  a  relatively  small  amotmt  of  this  organic  colloid  reaches  the 
cathode  in  the  silver  voltameter,  the  main  portion  of  the  excess 
weight  of  deposit  in  the  filter-paper  voltameter  consisting,  we 
believe,  of  colloidal  metallic  silver. 

11.  •^  Raw  silk  used  as  a  septum  instead  of  filter  paper  gives 
at  first  an  effect  somewhat  similar  to  that  of  filter  paper,  due  to  its 
decomposition  into  an  aldehyde;  if  used  repeatedly,  add  is  pro- 
duced, and  this  acts  in  the  opposite  direction,  decreasing  the 
w^ght.  Sometimes,  therefore,  the  effect  of  silk  may  be  to  in- 
crease the  weight  of  the  deposit,  and  sometimes  to  decrease  the 
weight  of  the  deposit,  according  to  how  long  it  has  been  used. 
Raw  silk  may  contain  linen  or  mercerized  cotton,  in  which  case  its 
effect  is  greater.  Pure  raw  silk  thoroughly  washed  produces  the 
effect  only  slightiy. 

12."  Polymerized  furfuraldehyde  when  added  to  the  electrolyte 
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13.*^  The  most  important  classes  of  impmities  to  be  guarded 
agaiast  are:  (a)  Reducing  impiuities  both  organic  and  inorganic; 
(b)  "uncombined"  base  or  acid;  (c)  abnormal  amounts  of  csu-bon 
dioxide;  (d)  "soluble"  or  colloidal  silica;  and  (e)  positively 
charged  colloids  in  general. 

14."  The  two  fimdamental  conditions  for  striations  are  (i)  the 
presence  of  reducing  impurities  in  the  electrol3rte  and  (2)  a  motion 
of  the  electrolyte  over  the  cathode.  These  must  exist  simul- 
taneously, as  neither  can  produce  striations  alone,  although  the 
first  may  modify  the  crystalline  structure  of  the  deposit.  The 
distinctness  and  color  of  the  striations  depend  on  the  relative 
amount  of  reducing  impurities,  except  that  in  the  case  of  a  high- 
current  density  or  long-continued  current  the  striations  may  be 
bridged  over  by  the  deposited  metal  forming  a  solid  sheet  that 
does  not  appear  striated  at  the  end  of  the  experiment.  The  de- 
posit from  a  pure  electrol3rte,  uncontaminated  by  filter  paper  or 
other  material,  is  distinctly  crystalline  and  entirely  free  from 
striations.  Striations  are  therefore  an  evidence  of  an  impure 
electrol3rte,  although  slight  impurity  (sufficient  to  increase  the 
weight  appreciably,  especially  in  a  large  voltameter)  may  exist 
without  evident  striation.  The  cause  of  striations  and  the  con- 
ditions which  determine  their  distance  apart  and  appearance  are 
fully  discussed  in  the  second  paper. 

15.^  Colloidal  silver  in  solutions  prepared  chemically  or  by 
Bredig's  method  travels  to  the  cathode.  This  is  a  matter  of  im- 
portance in  the  explanation  of  striations. 

i6.**  The  anodes  are  generally  prepared  by  slowly  depositing 
silver  upon  them  at  the  same  time  that  the  silver  is  removed  from 
the  platinum  cups  by  electrolysis.  This  may  be  conveniently 
done  during  the  night,  using  a  smaller  current  than  in  the  voltam- 
eter deposit.  The  anodes  are  subsequently  baked,  which  whitens 
them  and  frees  them  from  acid.  We  have  also  employed  pture 
commercial  silver  for  anodes  and  have  found  it  satisfactory,  but 
the  anode  slime  is  produced  in  much  greater  quantity  than  upon 
the  electrolytic  anodes,  hence  the  latter  are  to  be  prrferred,  espe- 
cially ^hen  no  septum  is  used.     We  recommend  an  anode  cmrent 


Digitized  by 


Google 


490  Bulletin  of  the  Bureau  of  Standards  Woi.  13 

1 7.**  Platinum  cups  of  several  sizes  and  gold  cups  of  the  smaller 
size  have  been  used  as  cathodes.  With  pure  electrplyte  the  de- 
posits in  the  various  sizes  are  in  agreement.  The  gold  cups  agree 
with  the  platintun  cups  and  are  satisfactory  in  service,  but  we  do 
not  recommend  them  in  preference  to  platintun  because  they  are 
not  as  dturable.  The  cathodes  both  with  and  without  deposits 
have  been  dried  at  150°  in  an  electric  oven.  We  have  seen  com- 
paratively little  floating  silver  when  washing  a  deposit  in  any  form 
of  voltameter.  This  may  be  left  in  the  bowl  by  using  a  siphon  to 
remove  the  electrolyte  and  wash  waters.  After  thorough  washing 
with  cold  distilled  water  no  spots  shotild  appear  on  the  deposit 
after  drying  in  the  oven.  We  recommend  a  current  density  not 
greater  than  o.oi  ampere  per  square  centimeter. 

18."  For  the  accinate  weighing  of  the  cathode  bowls  it  is  neces- 
sary to  have  the  balances  in  a  room  of  nearly  constant  tempera- 
tiu-e  and  to  protect  the  bowls  from  any  considerable  radiations. 
To  minimize  the  errors  arising  from  changes  of  humidity  and 
atmospheric  density  we  prefer  to  use  platintun  bowls  of  equal 
size  as  tares.  With  proper  arrangements  a  4-g.  deposit  is  quite 
sufficient  for  weighings  to  be  made  to  a  higher  accinacy  than  i 
part  in  100  000  of  the  deposited  silver. 

ig.^  In  washing  the  deposits  of  silver  we  have  fotmd  it  neces- 
sary to  complete  the  washings  on  the  same  day  that  the  eiqperi- 
ment  is  made.  We  find  that  the  precaution  taken  by  some 
observers  of  soaking  the  deposits  overnight  leads  to  a  serious 
error,  since  silver  in  contact  with  platintun  is  appreciably  soluble 
in  water. 

2o.**  A  large  variety  of  voltameters  has  been  used.  Among 
them  are  the  porotis-cup  form;  the  nonsepttun  form,  including 
that  designed  by  Kohlrausch  and  the  modification  devised  by 
F.  E.  Smith,  of  the  National  Physical  I<aboratory;  the  siphon 
form  in  several  different  arrangements;  and  the  filter-paper  form. 
The  last  we  have  fotmd  is  seriously  in  error,  due  to  the  action  of 
filter  paper.  (See  above.)  The  siphon  form  presents  great 
experimental  diffictilties,  due  to  its  high  internal  resistance  and 
the  large  voltune  of  electrolyte  which  may  lead  to  error.  There 
remain^  therefore,  the  porotts-cup  voltameter,  which  we  have 
fotmd  partictilarly  tiseful,  and  the  nonsepttun  forms  of  Kohlrausch 

M  This  Bulletin,  9,  pp.  170^  184, 187.  au,  aai.  59a;  11,  pp.  555, 567;  18,  p.  151. 

"  This  BuUetin,  9,  pp.  Z7x,  174,  z8x,  188;  18,  p.  159. 
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(no  silk)  and  of  Mr.  Smith.  These  are  the  most  reliable,  in  our  opin- 
ion, and  are  in  substantial  agreement.  But  it  must  be  noted  that 
a  voltameter  without  any  septum  may  give  an  abnormally  heavy 
deposit,  due  to  anode  slime  carried  over  to  the  cathode,  especially 
if  the  anode  is  very  small.  Some  form  of  septum  is  desirable, 
unless  a  voltameter  arrangement  is  emplos^ed  which  effectively 
prevents  the  formation  of  anode  slime,  or  in  some  other  way 
prevents  anode  slime  from  reaching  the  cathode. 

21.^®  The  AgNO,  salt  must  be  purified  by  reoystallization, 
with  or  without  subsequent  fusion,  repeatedly  if  necessary.  The 
preparation  of  the  salt  and  the  testing  for  purity  we  have  fully 
discussed.  An  electrolyte  prepared  by  dissolving  pure  salt  in 
pure  water  does  not  require  filtering.  The  deposit  is,  however, 
tmaltered  by  filtering  the  electrol3rte  through  asbestos.  The 
presence  of  a  trace  of  acid  (i  or  2  parts  in  i  000  000)  in  the  elec- 
trolyte affects  only  slightly  the  weight  of  silver  deposited.  The 
electrolyte  may  become  slightly  acid  to  this  extent  during  the 
run  when  a  porous  cup  is  used,  but  this  does  no  harm. 

22.**  The  water  used  to  prepare  the  electrolyte  has  been  twice 
distilled,  its  specific  conductivity  lying  between  0.8 Xio-*  and 
2  X  ID"*.  In  addition,  special  care  has  been  taken  that  the 
water  was  neutral  toward  iodeosine  (in  ether-water  solution)  or 
methyl  red  as  it  came  from  the  still. 

23."  The  restriction  in  the  official  specifications  of  the  London 
conference  that  only  30  per  cent  of  the  silver  in  the  electrol3rte  be 
deposited  is  imnecessary.  Ten  per  cent  solution  of  AgNO, 
agrees  with  15  per  cent  in  the  weight  of  the  deposit  produced. 
Using  10  per  cent  solution  is  more  economical  of  inaterial,  and  on 
the  whole  to  be  preferred,  provided  the  volume  of  the  cathode 
electrolyte  is  not  too  small.  Used  cathode  solution  (made  up  to 
10  per  cent  by  adding  pure  new  salt)  agrees  with  10  per  cent  new 
solution  when  the  latter  is  pure.  Used  solution  gives  a  smaller  and 
more  nearly  normal  deposit  than  new  when  the  latter  is  not  quite 
pure;  this  is  due  to  the  impurity  being  electrolyzed  out  during 
the  first  run. 

24.^  If  recrvstallized  silver  nitrate  containine  anv  amount  oi 
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of  decomposition  as  indicated  by  its  reaction  toward  N/iooo 
permanganate,  and  by  the  fact  that  it  gives  no  volume  effect  in 
the  voltameter.  Salt  containing  about  this  amount  of  nitric 
acid  is,  in  our  opinion,  more  suitable  for  voltameter  work  than 
when  exactly  neutral. 

25.**  If  add  silver-nitrate  crystals  containing  traces  of  organic 
impurities  are  fused  as  we  have  described,  the  product  reduced 
N/iooo  permanganate.  This  is  a  reliable  and  very  sensitive  test 
for  small  traces  of  organic  material  in  general  in  silver  nitrate, 
and  is  especially  valuable  for  detecting  traces  of  filter-paper 
contamination.  Colloidal  silver  is  oxidized  quantitatively  by 
permanganate,  one  equivalent  of  the  silver  requiring  one  equiv- 
alent of  the  permanganate  solution.  The  anode  electrolyte  does 
not  reduce  thousandth  normal  permanganate  solution  if  carefully 
decanted  from  the  anode  slime  or  if  filtered  through  asbestos.  If 
filtered  through  filter  paper,  it  does  reduce  quite  appreciable 
quantities  of  permanganate. 

26.^^  We  have  fotmd  it  possible  to  make  satisfactory  tests 
of  the  acidity  of  the  electrol)rte  by  precipitating  the  silver  with  a 
neutral  chloride  and  titrating  the  filtrate  with  N/iooo  H2SO4  or 
N/iooo  NaOH,  using  either  iodeosine  in  ether-water  solution  or 
an  alcoholic  solution  of  methyl  red.  The  latter  is  somewhat 
simpler  to  use. 

27.^  A  careful  study  of  the  effect  of  acid  in  the  electrolyte  has 
been  made,  showing  that  it  decreases  the  deposit  of  silver  if  the 
dectroljrte  is  pure.  With  impure  electroljrtes  the  effect  can  not 
alwa3rs  be  predicted.  Acid  does  not  cause  a  deposition  of  hydro- 
gen ions  before  the  deposition  of  silver  begins,  as  some  have 
supposed. 

28.^^  The  temperature  coefficient  of  the  porous-cup  voltam- 
eter is  zero  for  a  pure  electrolyte.  Experiments  have  shown 
that  it  is  not  more  than  i  part  in  i  000  000  per  degree,  at  least 
between  20®  and  50^  C,  and  this  is  within  the  errors  of  the  experi- 
ment. When  the  electrolyte  contains  reducing  impurities  these 
will  be  more  active  at  the  higher  temperature  and  therefore  a 
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29.*'  Large  voltameters  frequently  give  larger  deposits  than 
small  ones,  such  excess  being  due  to  the  impurity  of  the  electrolyte. 
This  excess  of  the  deposit  in  voltameters  of  larger  volume  is  called 
the  "voltune  eflfect."  With  very  pm^  electrolyte  the  difference 
disappears,  but  we  have  seldom,  if  ever,  been  able  to  piuxhase 
silver  nitrate  pure  enough  to  show  no  appreciable  volume  effect 
without  further  purification.  The  agreement  of  large  and  small 
voltameters  in  series  is  an  excellent  test  for  the  pinity  of  the 
electrolyte. 

30.^  The  volume  effect  is  not  confined  to  any  one  form  of 
voltameter,  but  has  been  fotmd  in  all  the  forms  tested.  We 
have  found  the  large  and  small  sizes  of  voltameters  in  excellent 
agreement  when  the  electrol3rte  was  pure,  as  shown  by  our  per- 
manganate and  acidity  tests.  With  less  pure  electrolyte,  such 
as  we  have  prepared  from  "C.  P."  silver  nitrate  as  purchased,  a 
difference  of  from  0.2  to  0.8  mg  appears,  and  by  soaking  a  little 
filter  paper  in  this  electrol3rte  for  about  10  minutes  this  difference 
may  be  increased  to  1.5  or  2.0  mg.  Since  we  have  used  the  same 
cathodes,  anodes,  and  porous  cups  in  these  tests,  the  conclusion  is 
obvious  that  the  voltune  effect  arises  from  the  electrolyte  and 
not  from  the  porous  cup  or  other  arrangement  of  the  voltameter. 
With  an  electrol)rte  known  to  be  impure  we  have  never  found  the 
large  and  small  voltameters  in  agreement  and,  on  the  other  hand, 
with  an  electrol3rte  believed  to  be  pure  the  volume  effect  has 
appeared  to  an  appreciable  extent  in  only  two  or  three  cases 
out  of  a  great  number  of  comparisons;  these  were  tmdoubtedly 
due  to  experimental  error  or  to  accidental  contamination  of  the 
electrolyte. 

31.'®  If  the  volume  of  electrolyte  in  the  porous-cup  voltameter 
is  specified,  it  should  be  the  voltune  of  the  electrol3rte  in  the 
cathode  space.  The  voltune  of  the  anode  liquid  above  20  cc  for  a 
4  g  deposit  is  immaterial. 

32."  The  siphon  form  of  voltameter  with  electrolyte  as  pur- 
chased has  given,  without  exception,  a  larger  deposit  than  the 
Richards  or  Kohlrausch  forms  as  used  by  us.    The  siphon  vol- 
tameter with  porous  cup  over  the  cathode  end  gives  a  smallest 
deposit  than  without  a  tX)rou5?  cut>.  because  the  latter  reduc^ij^s 
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anode  end  makes  little,  if  any,  difference.  However,  with  dec- 
trol5rte  of  highest  purity  the  siphon  voltameter  probably  agrees 
with  other  forms,  although  due  to  heating  it  can  not  be  used 
in  absolute  determinations  and  for  large  sizes  it  magnifies  any 
slight  volume  effect. 

33."  No  advantage  is  found  in  using  large  porous-cup  voltam- 
eters instead  of  small  ones,  but  on  tJie  contrary  several  disad- 
vantages. They  require  more  electrolyte,  can  not  be  weighed 
as  accurately  relatively  to  the  amount  of  silver  deposited  (tmless 
the  deposit  is  more  than  usual  and  more  than  necessary) ,  are  less 
convenient  to  handle,  and  are  more  expensive.  If  the  salt  is 
not  perfectly  pure,  the  excess  of  the  deposit  will  be  greater  in 
the  large  cups  and  hence  the  error  mtdtipUed.  Pour  grams  can 
readily  be  deposited  in  our  smallest  cups,  representing  one-half 
ampere  for  two  hours.  •  We  advise  the  use  of  more  than  one  size 
of  platinum  cup,  however,  for  testing  the  purity  of  the  electrolyte, 
emplo3dng  the  smaller  size  for  standard  use.  On  the  contrary, 
the  new  form  devised  by  F.  E.  Smith  is  more  convenient  in  the 
large  sizes. 

34."  The  porous  cups  should  be  fine  grained,  thin  walled,  and 
of  low  electrical  resistance,  and  after  preliminary  washing  should 
be  kept  immersed  in  good  AgNO,  solution  before  using  in  the 
voltameter  and  between  experiments.  We  find  it  easy  to  keep 
the  cups  neutral  and  clean  and  believe  them  thoroughly  reliabte 
in  use.  That  porous  cups  are  very  efficient  separators  between 
anode  and  cathode  chambers  is  shown  by  the  fact  that  filter  paper 
may  be  placed  inside  the  porous  cups  without  altering  the  appear- 
ance or  weight  of  the  deposit  on  the  cathode.  Filtration  through 
a  porous  cup  decolorizes  a  solution  of  colloidal  metal  and  also 
removes  the  filter-paper  extract  from  an  electrolyte  or  from  a 
water  solution.  We  do  not  advise  cleaning  the  porous  cups 
with  aqu^  regia  and  KCN  nor  baking  them  at  high  temperatures. 
We  use  nitric  acid  for  whitening  them  and  distilled  water  for 
¥mshing«  Heating  to  a  high  temperature  renders  them  alkaline. 
Cups  made  by  the  Koniglich  Porzellan  Manufaktur,  of  Berlin, 
have  been  used  in  most  or  our  experiments,  but  in  the  later  work 
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cup  will  be  satisfactory  in  the  voltameter.    We  have  tried  several 
other  kinds  and  have  found  them  unsuitable,  for  various  reasons. 

35.**  Tests  on  the  purity  of  the  deposits  have  been  made  in 
various  ways.  In  the  first  place,  it  is  to  be  remarked  that  the 
consistency  of  the  results  shows  either  that  the  inclusions  must 
be  very  small  or  very  constant  in  amount.  By  allojdng  the 
deposit  of  silver  with  50  times  its  weight  of  mercury  we  were 
able  to  release  the  inclusions  so  as  to  make  actually  visible  organic 
matter  deposited  in  the  silver  from  solutions  which  had  been 
strongly  contaminated  by  filter  paper,  and  by  means  of  phenol- 
sulphonic  acid  small  amounts  of  silver  nitrate  were  detected;  but 
when  deposits  from  pure  electroljrtes  were  similarly  alloyed,  no 
visible  inclusions  were  fotmd  nor  was  any  evidence  of  silver 
nitrate  as  great  as  o.ooi  per  cent  foimd. 

An  extensive  and  careftd  series  of  tests  for  inclusions  has  been 
made  by  heating  the  deposits  in  the  platintun  cups  to  a  tempera- 
ture of  600^  or  above,  both  in  an  electric  furnace  and  in  a  flame. 
Consistent  restdts  were  obtained,  showing  as  the  average  of  25 
observations  a  mean  loss  in  weight  of  the  deposit  of  0.0040  per 
cent,  which  is  independent  of  the  size  of  the  voltameter.  With 
deposits  from  less  pure  electroljrtes  we  have  found  inclusions  to  be 
greater.  We  have  measured  the  inclusions  between  the  silver 
crystals  and  the  cup  by  an  application  of  the  conductivity  method 
and  find  them  to  be  only  about  0.0002  per  cent  of  the  silver 
deposit  as  a  maximum.  We  have  found  the  method  of  heating 
the  cups  and  deposits  to.  expel  the  inclusions  to  be  subject  to  a 
serious  source  of  error,  due  to  the  slight  alloying  of  the  platinum 
and  silver  which  results  in  platinum  black  when  the  silver  is 
removed.  This  must  be  guarded  against  the  next  time  the  cups 
are  used. 

36."  Various  experiments  on  the  anode  solution  have  been 
made,  since  this  has  been  thought  to  contain  an  anomalous  sub- 
stance which  deposits  silver  spontaneously  and  makes  the  deposit 
on  the  cathode  too  heavy  if  it  is  permitted  to  reach  the  cathode. 
We  have  found  that  all  the  effects  ascribed  to  it  may  be  mor^ 
readilv  attributed  to  the  oresence  of  imourities  in  the  electrolvtc^ 
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The  following  determinations  have  been  made  in  the  foregoing 
papers: 

37.**  The  voltage  of  the  Weston  normal  cell  at  20®  C  has  been 
f omid  to  be  1 .01 827  volts.  For  this  determination  three  long  series 
of  observations  involving  about  300  deposits  in  the  voltameters 
of  various  sizes  and  of  both  the  porous-cup  and  nonseptum  forms 
have  been  made.  We  have  used  the  international  ohm  as  it  was 
defined  by  the  international  technical  committee.  The  value  for 
the  cell  is  in  international  volts  and  is  not  corrected  for  any 
inclusions  in  the  silver. 

38.^^  By  means  of  an  absolute  current  balance  of  the  Rayleigh 
type  and  otu:  voltameters,  using  both  the  porotis-cup  and  non- 
septum  forms,  the  absolute  electrochemical  equivalent  of  silver  is 
1 .1 1805  mg  per  coulomb  (not  corrected  for  inclusions  in  the  silver). 
By  applying  the  corrections  for  inclusions  in  the  silver  (see  No.  39 
below)  we  find  the  absolute  electrochemical  equivalent  of  silver 
to  be  I.I  1800  mg  per  coulomb. 

39."  Measurements  of  the  inclusions  of  foreign  material  in  the 
silver  deposits  have  shown  that  on  the  average  0.004  P^  c^^t  of 
the  weight  of  the  deposit  is  expelled  by  heating.  This  indicates 
that  the.  deposited  silver  from  pure  solution  is  99.996  per  cent 
pure  silver. 

40.**  By  using  the  silver  and  iodine  voltameters  in  series  and 
comparing  the  deposits  of  silver  and  iodine,  the  ratio  of  silver 
deposit  to  the  iodine  deposit  is  found  to  be  0.85017,  which  cor- 
rected for  the  inclusions  of  foreign  matter  in  the  silver  deposits 
is  0.8501 3e.  This  is  larger  than  the  ratio  of  the  present  international 
atomic  weights  of  silver  and  iodine  by  nearly  0.018  per  cent. 

41 .~  In  terms  of  the  silver  voltameter  for  calculating  the 
cotdombs  on  the  basis  of  the  electrochemical  equivalent  of  silver 
(i. 1 1800  mg),  as  defined  by  the  London  Electrical  Congress  of 
1908,  we  foimd  the  electrochemical  eqtiivalent  of  iodine  to  be 
1 .31 502  mg  per  coulomb.  This  is,  then,  the  value  in  international 
electrical  imits.  To  convert  it  into  the  absolute  value,  assuming 
the  inclusions  in  the  silver  deposits  to  be  0.004  P^  cent,  as  stated 
above,  we  have  to  add  0.004  per  cent;  that  is,  the  value  becomes 
1. 3 1 507  mg  per  cotdomb. 

M  This  Bulletin,  9,  pp.  198,  504: 10,  pp.  486, 489, 490. 498. 
»7  This  Bulletin,  10,  p.  477. 
•*  This  Bulletin,  IS,  p.  147. 
w  This  Bulletin,  10,  p.  44s. 
^  This  Bulletin,  10.  p.  44a. 
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42.^  The  Faraday  on  the  basis  of  the  absolute  electrochemical 
equivalent  of  silver  and  of  iodine  and  their  atomic  weights  is  as 
follows: 

On  the  silver  basis  (Ag—107.88) 96*494 

On  the  iodine  basis  (131136.92) 96  5x9 

Mean 9^  503 

The  best  round  value  which  can  be  assigned  to  this  constant 
appears,  therefore,  to  be  96  500  coulombs. 

43.**  Silver  deposits  in  platimun  dishes  are  appreciably  soluble 
in  distilled  water.  The  average  rate  at  which  the  silver  is  lost 
from  the  deposit  is  0.006  mg  per  hour  from  a  4  g  deposit 

IV.  SPECIFICAXIONS  FOR  THE  SILVER  VOLTAMETER 
U  PRBVIOUS  SPBCmCATIONS 

In  1 89 1  the  electrical  standards  committee  appointed  by  the 
English  Board  of  Trade  reported  •'  at  the  Cardiff  meeting  of  the 
British  association  a  series  of  resolutions  of  which  No.  10  defined 
the  ampere  in  terms  of  the  mass  of  silver  deposited  according  to 
accompanying  detailed  specifications.  At  Edinburgh^  the  follow- 
ing y^ir  representatives  of  Germany,  France,  and  the  United  States 
met  with  the  electrical  standards  committee  to  consider  the  estab- 
lishment of  identical  standards  in  various  countries.  Those 
present  agreed  "That  the  number  o.ooiiiS  should  be  adopted  as 
the  ntunber  of  grams  of  silver  deposited  per  second  from  a  neutral 
solution  of  silver  nitrate  by  a  current  of  i  ampere."  The  speci- 
fications of  the  preceding  year  were  not  changed,  but  were  pub- 
lished again  in  the  report  of  the  Nottingham  meeting  "  (1893), 
which  included  all  the  points  agreed  on  by  the  international 
gathering  at  Edinburgh. 

The  International  Electrical  Congress  ••  at  Chicago  in  1893 
adopted  in  its  chamber  of  delegates  a  resolution  defining  the  inter- . 
national  ampere  as  one-tenth  of  the  cgs  ampere  and  said  that  it  was 
represented  "sufficiently  well  for  practical  use  by  the  tmvarying 
current  which  *  *  *  deposits  silver  at  the  rate  of  o.ooi  1 18  of 
a  eram  -ner  second."     This  definition  was  accomoanied  hv  soeci. 
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electrical  standards  committee,  but  lacked  the  description  of  the 
"method  of  making  a  measurement."  These  are  therefore  the 
first  international  specifications  for  the  voltameter,  but  their 
adoption  was  not  obligatory  on  the  countries  represented.  The 
countries  participating  were  invited  to  adopt  the  recommendations 
of  the  congress. 

The  United  States,  by  an  act  •^  approved  July  12,  1894,  was  the 
first  to  adopt  the  recommendations  of  the  Chicago  congress, 
although  the  wording  of  the  act  was  slightly  modified  from  that  of 
the  resolutions  adopted  by  the  congress,  and  the  duty  of  preparing 
specifications  for  the  use  of  the  voltameter  was  laid  on  the  National 
Academy  of  Sciences.  The  specifications  which  they  adopted 
were  essentially  those  of  the  congress  with  the  "  method  of  making 
a  measurement"  of  the  English  electrical  standards  committee 
added,  but  both  were  slightly  modified  in  wording. 

A  few  weeks  later  a  British  order  in  coimdl,**  August  23,  1894, 
adopted  the  recommendations  of  the  Chicago  congress  with  speci- 
fications including  the  method  of  making  a  meastuement  as  pre- 
viously reported  by  the  electrical  standards  committee. 

A  decree  ••  of  the  President  of  France  April  25,  1896,  adopted 
the  voltameter  for  the  practical  measurement  of  the  ampere  with 
specifications  similar  to  those  of  the  electrical  standards  committee 
of  the  British  Board  of  Trade. 

In  Germany  the  law^®  of  June  i ,  1 898,  adopted  the  voltameter  and 
empowered  the  Bundesrath  to  fix  the  conditions  under  which  the 
alver  is  to  be  deposited.  The  German  law  differed  in  some  impor- 
tant respects  from  the  resolutions  of  the  Chicago  congress.  Some 
other  countries  also  adopted  similar  laws  for  tiie  electrical  units. 
The  next  important  step  was  taken  at  the  Leicester  ^*  meeting  of 
the  British  association,  where  more  elaborate  specifications  were 
reported  as  a  proposal  from  the  National  Physical  Laboratory  for 
discussion  at  the  electrical  congress  at  London  the  following  year. 

The  London  congress  "  made  a  distinction  between  the  ampere 
and  the  international  ampere.  The  latter  they  defined  in  terms 
of  the  silver  voltameter,  but  the  meager  specifications  adopted 
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committee  shotild  adopt  more  detailed  and  rigorous  specifications, 
but  this  has  not  yet  been  done. 

The  specifications  adopted  by  the  London  congress  are  as 
follows: 

SPBCmOATION  RBL4HNO  TO  THB  DEPOSmON  OV  8ILVBR 

The  electrolyte  shall  oonsist  of  a  solution  of  from  15  to  ao  parts  by  weight  of  stiver 
nitrate  in  100  parts  of  distilled  water.  The  solution  must  only  be  used  once,  and  only 
for  so  long  that  not  more  than  30  per  cent  of  the  silver  in  the  solution  is  deposited. 
-  The  anode  shall  be  of  silver,  and  the  kathode  of  platinum.  The  current  density  at 
the  anode  shall  not  exceed  i  ampere  per  square  centimetre  and  at  the  kathode  ^ 
ampere  per  square  centimetre. 

Not  less  than  100  cubic  centimetres  of  electrolyte  shall  be  used  in  a  voltameter. 

Care  must  be  taken  that  no  particles  which  may  become  mechanically  detached 
ftom  the  anode  shall  reach  the  kathode. 

Before  weighing,  any  traces  of  solution  adhering  to  the  kathode  must  be  removed, 
and  the  kathode  dried. 

Dr.  Rosa,  at  the  request  of  the  members  of  the  international 
technical  committee,  prepared  a  new  set  of  voltameter  specifica- 
tions, but  these  were  not  adopted  although  published  ^»  by  the 
technical  committee  in  its  report. 

Although  the  specifications  for  the  voltameter  are  not  yet 
adopted,  Switzerland  by  Federal  law^^  pf  June  24,  1909,  and 
England  by  order  in  cotmdl  of  January  10,  1910,  adopted  the 
recommendations  of  the  London  conference,  and  legislation  ^*  on 
this  subject  had  passed  the  Chamber  of  Deputies  of  France  prior 
to  the  outbreak  of  the  European  war.  The  specifications  which  we 
publish  below  are  the  outcome  of  our  own  work  on  the  voltameter 
and  we  hope  they  will  be  of  service  when  it  is  possible  for  the 
international  committee  to  adopt  specifications. 

2.  SPECIFICATIONS  PROPOSBD  BY  THE  BUREAU  OF  STANDARDS 

These  specifications,  which  are  the  outcome  of  the  Bureau's 
experiments  of  the  past  eight  years,  are  prepared  for  work  of  the 
highest  precision  and  must  be  closely  followed  when  an  accuracy 
of  o.ooi  per  cent  is  desired.  To  attain  this  degree  of  precision,  the 
utmost  care  as  to  the  purity  of  the  materials  and  in  the  manipu- 
lation of  the  voltameters  is  necessary,  and  the  result  should  be 
the  mean  of  several  separate  experiments  witii  two  or  more 
voltameters  in  series  in  each  experiment 

For  work  requiring  only  o.oi  per  cent  accuracy,  the  precautions 
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compared  with  the  procedure  for  work  ci  the  highest  accmscy, 
provided  the  unptirified  electrolyte  does  not  contain  more  than 
25  parts  in  i  000  000  of  acid,  or  enough  alkali  to  produce  striation. 
No  observations  should  be  used  in  which  the  deposits  show 
striations.     The  mean  of  several  deposits  shotild  be  taken. 

For  work  requiring  only  o.i  per  cent  accimicy,  the  c.  p.  silver 
nitrate,  prepared  by  the  best  manufacturing  diemists,  may  be 
used  without  ftuther  purification.  Filter  paper  in  minimum 
amounts  may  be  used  as  a  septum  between  anode  and  cathode, 
for  convenience,  if  desired.  The  deposits  will  then  be  striated, 
but  deposits  showing  excessive  striations  of  a  leaden  color  should 
not  be  relied  on.  With  careful  maniptdation,  the  mean  of  two 
deposits  should  give  results  of  the  desired  accuracy. 

THB  SPSCmCATIOlTS.* 

1.  The  electrolyte  shall  consist  of  a  solution  of  silver  nitrate  in 
distilled  water  (i),  having  from  10  to  20  g  (2)  of  silver  nitrate  in 
100  cc  of  the  solution. 

2.  The  electrolyte  must  be  free  from  organic  or  other  reducing 
substances  and  colloids,  as  shown  (a)  by  a  suitable  chemical  test 
(3),  (6)  by  giving  a  crystalline  deposit  free  from  striations  (4),  and 
(c)  by  giving  the  same  weight  of  a  deposit  in  a  large  and  in  a  small 
voltameter  (5). 

3.  The  silver  nitrate  may  be  purified  by  crystallization  from 
add  solution  and  fusion,  and  if  the  chemical  test  for  purity  is 
omitted,  it  shotdd  be  purified  until  further  crystallization  ftom 
add  solution  and  subsequent  fusion  does  not  diange  the  weight 
of  the  deposit  (6). 

4.  The  voltameter  should  contain  not  less  than  75  cc  in  the 
cathode  chamber  (7),  and  the  deposit  should  not  continue  long 
enough  to  reduce  the  concentration  of  the  electrolyte  at  the  surface 
of  the  cathode  chamber  below  5  per  cent  (8). 

5.  The  electrol)rte  when  ready  for  use  must  be  neutral  or  slightly 
add,  as  tested  by  methyl  red  or  iodeosin  (9).  Asipartini  000000 
of  base  may  increase  (10)  the  deposit  appreciably,  it  may  be  better 
to  have  a  slight  addity  (say  i  part  in  i  000  000)  than  to  take  the 
risk  of  making  it  slightly  basic  in  attempting  to  make  it  strictly 
neutral.  The  eIectrol)rte  must  be  neutral  at  the  end  of  the 
experiment,  or,  if  not,  only  a  trace  of  add  or  base  should  be 
present.  Any  septum  or  other  substance  which  contaminates  the 
dectrolyte,  or  makes  it  basic,  or  produces  more  than  a  trace  of 
add  must  be  avoided  (11). 

*  Numbers  in  parentheses  refer  to  supplemeatary  notes  foUowinK  the  spectficatioas. 
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6.  The  cathode  is  most  conveniently  a  crucible  or  bowl,  pref- 
erably of  platinum  (although  gold  (12)  may  be  used),  of  from 
125  to  400  cc  capacity  (13).  The  surface  should  prdFerably  be 
smooth  and  bright,  and  the  deposited  silver  should  be  removed 
each  time  by  electrol}rsis  (14)  or  by  add  without  scratching  or 
marring  the  surface  of  the  platinum  by  any  instrument. 

7.  The  anode  should  be  of  pure  silver  and  is  preferably  (15} 
coated  with  electrol)rtic  silver  (16).  The  anode  should  have  as 
large  an  active  area  as  the  size  and  type  of  voltameter  permit  (17). 

8.  The  current  during  a  deposit  should  be  maintained  constant, 
and  is  preferably  not  more  than  i  ampere,  and  the  time  not  less 
than  one  hour  (18). 

9.  If  the  surface  of  the  platinum  is  perfectly  clean  and  the 
electrolyte  pure,  the  silver  will,  be  adherent  and  there  will  be 
littie,  if  any,  loose  silver  (19).  After  thorough  washing  (20),  the 
cathode  bowls  are  dried  at  about  150**  C,  preferably  in  an  electric 
oven,  and  after  cooling  are  weighed  (21).  In  tiie  weighing  a 
similar  platinum  dish,  adjusted  to  the  same  weight,  is  advanta- 
geously used  as  a  tare. 

10.  The  electromotive  foire  of  the  standard  cell  employed  is 
calculated  from  the  weight  of  silver  deposited  (22),  the  resistance 
(23),  and  the  time  (24),  using  1.11800  mg  per  couknnb  (25)  as  the 
electrochemical  equivalent  of  silver  (26). 

11.  If  a  septum  between  the  anode  and  cathode  is  used  (27),  it 
must  not  contaminate  the  electrolyte  with  organic  or  reducing 
impurities  (28) ;  it  must  not  produce  add  or  alkali  in  the  electro- 
lyte (29) ;  and  it  must  be  of  suffidently  fine  grain  to  hold  back 
the  anode  slime  without  introducing  any  high  resistance  into  the 
voltameter  (30). 

3.  SUPPLBMBNTARY  NOTBS 

I.  The  water  should  be  of  the  best  quality  and  free  firom  CO,. 
It  should  not  be  more  than  i  X  lo**  alkaline  or  add,  and  its  con- 
ductivity should  not  be  more  than  2Xio"*  redprocal  ohms  (re- 
sistance  500  000  ohms  per  cubic  centimeter).    The  water  and 
dectrol)rte  should  be  kept  in  botties  of  insoluble  glass.    A  bottle 
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for  small  voltameters,  in  which  convection  currents  can  not  replen- 
ish the  impoverished  liquid  at  the  cathode  as  freely  as  in  the  large 
voltameters. 

3.  This  test  is  for  reducing  imptnities,  and  consists  in  adding 
N/iobo  EIMn04  solution  (i  cc  at  a  time)  to  10  cc  of  a  66  per  cent 
solution  of  the  AgNO,  (acidified)  imtil  the  color  persists  for  five 
minutes.     It  is  described  in  volume  9,  page  531. 

4.  A  deposit  made  from  pure  electrol3rte  presents  a  white  matte 
stuf  ace,  and  tmder  the  microscope  is  seen  to  be  made  up  of  crystals 
having  mirror-like  faces  and  sharp  angles.  When  imptuities  which 
increase  the  mass  of  deposit  by  2  to  5  parts  in  10  000  are  present, 
the  crystals  become  very  irregular  and  the  deposit  appears  striated. 
For  excessive  amounts  of  impurities  the  oystalline  structure  van- 
ishes, the  striations  become  very  prominent,  and  the  color  of  the 
deposit  is  often  gray  or  yellowish. 

5.  Heavier  deposits  are  obtained  in  large  voltameters  than  in 
small  voltameters  if  reducing  imptuities  are  present  in  the  elec- 
trolyte. The  agreement  of  two  different  sizes  is  one  criterion  for 
the  pinity  of  tiie  electrolyte,  and  is  particularly  useful  if  any 
colloids  have  escaped  detection  by  the  permanganate  test 

6.  The  purest  AgNO,  pxirchased  from  the  best  manufacturing 
chemists  may  be  }^ed  in  some  cases  for  work  requiring  o.oi  per 
cent  accuracy  (providing  there  is  no  striation  and  no  appreciable 
volume  effect),  but,  in  general,  this  is  not  the  case  and  it  can  not 
be  depended  upon  to  be  sufficiently  good  for  the  most  precise  work. 
The  means  used  to  further  purify  it  are  somewhat  dependent  on 
the  nature  and  amount  of  impurities  that  it  contains.  In  most 
cases  a  preliminary  fusion  of  the  crystals  (slightly  acidified  with 
HNOj)  serves  to  oxidize  the  organic  impurities.  Colloidal  silver 
and  some  other  impurities  appear  to  collect  at  the  stuiace  and 
may  be  partially, removed  after  the  salt  has  solidified  by  washing 
the  surface  or  by  filtration.  If  the  salt  is  now  pearl  white,  one 
recrystallization  from  add  solution  and  fusion  (care  being  taken 
not  to  overheat  the  salt  and  thereby  expel  the  last  trace  of  add) 
will  usually  complete  the  purification.  Some  of  the  mother  liquor 
should  always  be  tested  for  turbidity  by  greatly  diluting  it  with 
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lifted  out  of  the  furnace  as  soon  as  the  last  trace  of  solid  salt  has 
melted. 

7.  When  a  porous-cup  voltameter  is  used,  the  cathode  chamber 
is  that  space  occupied  by  the  electrol3rte  outside  of  the  porous  cup. 
When  a  nonseptum  voltameter  (Smith's  form)  is  used,  the  cathode 
chamber  means  the  space  outside  of  the  glass  parts  when  the  latter 
are  closed,  as  before  or  after  an  experiment. 

8.  The  concentration  in  the  electrolyte  in  contact  with  the  cath- 
ode is  much  reduced  during  the  deposit.  If  the  electrolyte  be- 
comes too  impoverished  at  the  cathode,  the  fall  of  potentisd  at  the 
cathode  may  be  increased  sufficiently  to  liberate  hydrogen,  and  a 
slimy  deposit  of  silver  is  then  obtained  which  does  not  accurately 
represent  the  quantity  of  electricity  that  has  passed  through  the 
voltameter  as  computed  from  the  electrochemical  equivalent  of 
silver  and  can  not  be  accurately  weighed.  The  electrol3rte  may 
become  turbid,  due  to  finely  divided  silver  in  suspension. 

9.  The  iodeosin  (10  mg  per  liter)  is  dissolved  in  ether  and  kept 
over  a  layer  of  water.  Before  adding  2  cc  of  the  ether  solution  of 
the  indicator  to  10  cc  of  the  AgNO,  solution  the  Ag  must  be  pre- 
cipitated as  AgCl  by  neutral  KCl  and  filtered  oflf.  The  add  or 
base  that  the  filtrate  contains  is  then  determined  by  titration, 
using  N/iooo,  HjS04,  or  NaOH  as  required.  This  test  is  described 
in  volume  9,  page  526.  The  methyl-red  indicator  is  a  0.2  per  cent 
solution  of  methyl  red  in  alcohol.  One  drop  or  two,  at  the  most, 
is  added  to  the  filtrate  and  the  titration  made  as  described  above. 

10.  When  the  base  (AgOH)  has  been  produced  by  overfusion  of 
silver  nitrate  or  by  the  addition  of  other  hydroxides,  it  is  usually 
in  the  colloidal  state  and  will  slightly  increase  the  weight  of  the 
deposit.  Add  in  pure  electrolyte  tends  to  decrease  the  deposit 
slightly;  i  part  of  add  in  i  000  000  parts  of  dectrolyte  produces 
about  4>^  parts  in  i  000  000  diflFerence  in  deposit  on  the  average. 
Above  10  parts  of  add  in  i  000  000  the  effect  is  proportionally 
slightly  less. 

1 1 .  Filter  paper  at  first  renders  the  AgNO,  solution  basic,  owing 
to  the  basic  reaction  of  the  oxycellulose  and  cellulose  hydrates,  but 
later,  owing  to  the  reducii^  action  on  the  AgNO,,  the  solution 
becomes  add.  Raw  silk  when  first  used  acts  similarly  to  filter 
paper,  but  later  yidds  a  small  amotmt  of  add,  which  renders  the 
AgNOg  solution  slightly  add  without  the  precipitation  of  silver. 
This  is  further  explained  in  the  Report  of  the  International  Tech- 
nical Committee,  page  174. 
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12.  Platinum  is  preferable  to  gold  because  it  is  more  durable. 
There  appears  to  be  no  difference  in  weight  between  deposits  made 
on  gold  and  platinum. 

13.  The  errors  due  to  manipulation  increase  where  sizes  larger 
or  smaller  than  these  limits  are  used.  The  proviskmal  specifica- 
tions of  the  London  conference  provide  that  the  current  density 
at  the  cathode  shall  not  exceed  1/50  ampere  per  square  centimeter. 
It  seems  best,  now,  that  this  should  be  changed  to  i/ioo  ampere 
per  square  centimeter,  particularly  if  the  concentration  of  electro- 
l}rte  is  10  g  of  salt  in  100  cc  of  solution. 

14.  This  is  most  convenientiy  done  by  allowing  a  small  current 
to  flow  through  the  voltameter  overnight  or  until  the  silver  has  all 
been  removed. 

15.  More  anode  slime  is  formed  on  bare  silver  anodes  than  on 
those  coated  with  electrolytic  silver.  In  voltameters  without 
septum  this  may  cause  trouble  if  the  slime  escapes  from  the  glass 
trap  arranged  to  confine  it. 

16.  This  is  convenientiy  done  when  a  previous  deposit  is  being 
removed  from  the  cathode  bowl,  using  a  relatively  small  current 
Before  use  the  anode  should  be  heated  to  200^  or  more  to  expd 
any  add  that  may  have  come  from  the  solution. 

17.  The  trouble  with  anode  slime  is  greatiy  reduced  by  increasing 
the  size  of  the  anode.  The  provisional  specifications  of  the  I/md(m 
conference  provide  that  the  current  density  shall  not  exceed  1/5 
ampere  per  square  centimeter.  This  is  allowable,  but  it  is  better 
to  have  the  current  density  much  smaller.  Electrolytic  silver 
increases  the  active  area  of  the  anode  considerably  over  what  the 
same  anode  would  have  if  bare. 

18.  Before  starting  the  current  through  the  voltameters,  it  is 
desirable  to  estimate  as  nearly  as  possible  the  resistance  of  the 
voltameters,  and  adjust  the  total  resistance  so  that  the  current 
will  start  at  its  correct  value  as  closely  as  possible.  It  is  essential 
to  have  means  of  quickly  adjusting  the  current  to  the  precise  value, 
and  also  a  convenient  adjustment  to  counterbalance  the  drift  or 
fluctuations  in  the  cturent  during  the  progress  of  the  experiment. 

19.  Any  loose  silver  drawn  off  in  the  electrolyte  or  wash  waters 
should  be  carefully  saved  and  added  to  the  bowl  before  weighing 
the  deoosit. 
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silver  salt  can  easily  be  detected.  A  more  sensitive  method,  how- 
ever, is  to  make  conductivity  measurements  of  the  water  after 
drawing  it  off  for  comparison  with  its  initial  conductivity.  Several 
wash  waters  should  be  used  after  no  AgNO,can  be  detected  by  KBr 
in  the  liquid  drawn  off.  The  washings,  which  are  usually  five  to 
seven  in  number  for  each  cathode,  should  be  done  without  delay. 
It  is  not  advisable  to  soak  the  deposits  in  water  overnight.  When 
washing  the  bare  platinum  bowl  preparatory  to  an  experiment, 
adds  and  alkalies  may  be  used.  After  the  bowl  has  been  prepared 
for  weighing  preliminary  to  the  deposit,  it  should  not  be  touched 
with  the  bare  hand  until  the  whole  experiment  has  been  completed. 

21.  In  making  the  weighings,  care  must  be  exercised  to  protect 
the  bowls  and  balance  from  even  very  slight  changes  in  tempera- 
ture. The  bowls  should  be  in  perfect  equilibrium  with  the  temper- 
ature and  humidity  of  the  balance  case. 

22.  The  weight  of  silver  (corrected  to  vacuo)  is  expressed  in 
milligrams. 

23.  The  resistance  of  the  standard  across  the  terminals  of  which 
the  drop  is  potential  is  made  equal  to  the  voltage  of  the  cell  to  be 
measured,  is  expressed  in  international  ohms. 

24.  The  time  is  expressed  in  mean  solar  seconds  and  should  be 
recorded  on  a  chronograph.  The  timing  circuit  *  should  not  be 
electrically  connected  to  the  voltameter  circuit,  owing  to  the 
possibility  of  leakage  currents  affecting  the  mass  of  silver  deposited. 

25.  This  is  according  to  the  decision  of  the  London  conference. 

p    -    weight  of  deposit  X  resistance 
""  I.I  1800  X  time 

27.  The  function  of  a  septum  between  the  anode  and  cathode 
is  to  prevent  the  slime  formed  on  the  anode  during  electrolysis 
from  reaching  the  cathode.  A  porous  cup  of  pukal  ware  is  useful 
for  this  pxffpose,  when  it  is  properly  prepared.  If  no  septiun  is 
used,  a  suitable  and  efficient  glass  trap  to  catch  the  slime  must  be 
provided. 

28.  This  occurs  when  filter  paper,  silk,  blotting  paper,  and 
similar  substances  are  used. 

29.  These  effects  are  also  produced  by  the  materials  mentioned 
above  (28)  and  by  the  porous  cup  if  not  properly  prepared.  The 
free  alkali  of  the  porous  material  should  be  eliminated  by  filtering 
dilute  HNO,  and  water  through  the  pores,  followed  by  several 
portions  of  the  best  AgNO,.    The  pores  should  be  completely 
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filled  with  electrol3rte  before  use.  Between  experiments  the  cups 
should  be  kept  immersed  in  the  best  electrolyte.  The  porous 
cups  become  stamed  with  use,  but  this  does  not  seriously  affect 
the  results  obtained  with  them.  They  may  be  whitened  by 
filtering  strong  (not  concentrated)  HNO,  through  the  pores, 
which,  however,  must  be  completely  washed  out  with  water 
before  saturating  the  pores  with  the  neutral  AgNO,  preparatory 
to  use  in  the  voltameter.  Satisfactory  cups  for  the  purpose  are 
made  of  pukal  ware,  and  are  about  60  mm  high,  35  mm  diameter, 
and  I  mm  thick,  as  manufactured  by  the  Kdniglich  Porzellan 
Manufakttu:  in  Berlin  and  by  John  Haddock,  Trenton,  N.  J. 

30.  The  resistance  of  the  septtun  should  preferably  not  exceed 
2  ohms. 

Washington,  April  5,  1916. 
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Appendiz  A.— BIBUOGRAPHT   OF   THE   SILVER   VOLTAMBTBR   WITH   A 
FEW  P^lPBRS  on  closely  ALLIED  SUBJECTS 

During  the  progress  of  the  Biireau's  work  on  the  silver  voltam- 
eter a  considerable  file  of  references  to  papers  bearing  on  the  vol- 
tameter has  been  acctmiulated.  From  this  file  the  following  bibli- 
ography has  been  compiled.  Although  a  ntunber  of  previous 
papers  on  the  silver  voltameter  have  contained  reviews  of  the 
literature,  we  have  not  found  in  any  of  these  as  complete  a  fist 
as  we  append  below.  We  believe  that  it  contains  all  of  the  prin- 
cipal papers  dealing  with  the  silver  voltameter.  In  addition,  we 
have  included  a  number  of  papers  in  which  the  silver  voltameter 
was  used  for  measiu-ing  the  electric  current  in  the  course  of  inves- 
tigations on  other  subjects.  We  have  also  included  a  few  papers 
not  dealing  specifically  with  the  silver  voltameter,  but  on  closely 
allied  topics.  Such  papers  are  on  the  following  subjects:  Various 
forms  in  which  silver  is  deposited,  properties  of  silver-nitrate 
solutions;  the  formation  of  silver  peroxynitrate;  the  ratio  of  the 
atomic  weights  of  silver  and  iodine;  the  validity  of  Faraday's 
laws;  the  definition  of  the  ftmdamental  electrical  units;  and  a  few 
papers  of  historical  interest  dealing  with  the  beginnings  of  volta- 
metric  measiu^ements. 

The  papers  are  arranged  alphabetically,  according  to  the  name 
of  the  author.  We  have  indicated  the  title  or  subject  of  the 
paper  in  English,  but  we  have  not  given  the  exact  title  in'  every 
case.  This  is  because  references  to  reports  of  institutions,  etc. ,  are 
usually  to  paragraphs  without  formal  titles,  or,  on  the  contrary, 
some  papers  have  titles  that  are  excessively  long,  while  in  still 
other  cases  the  title  does  not  convey  an  idea  of  our  particular 
interest  in  the  paper.  In  general,  however,  we  have  given  the 
exact  title.  The  references  are  given  with  the  usual  abbreviations, 
and  we  think  they  will  readily  be  understood  without  the  neces- 
sity of  listing  the  full  names  of  the  journals  as  a  key  to  the  abbre* 
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Some  few  errors  in  our  previous  papers  have  come  to  our  atten- 
tion. None  of  these  are  serious  so  far  as  the  reading  of  the  papers 
is  concerned  except  the  two  errors  in  designating  the  curves  in 
Figs.  I  and  3  of  the  paper  entitled  "Studies  on  the  silver  vol- 
tameter" as  published  in  the  Journal  of  Physical  Chemistry.  In 
these  two  cases  the  manuscript  as  it  left  the  authors'  hands  was 
correct.  The  changes  that  caused  these  errors  were  made  without 
the  knowledge  of  the  authors. 

Except  for  these  corrections  and  a  few  mistakes  in  the  footnotes 
it  would  be  unnecessary  to  publish  these  errata  so  far  as  the  other 
corrections  are  concerned. 
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**Wied.  Ana.^ 
Footnote  22,  faistead  of  paie  *^1'' read  •«630.'' 
Footnote  29,  instead  of  vohuna  *«8"  read  "^r,  p.  257.'* 
Line  19,  the  detail  this  eiperhnent  were  accident* 
aUfomittedfranithasecoiulpaper.   msastoUowss 
Feb.  12, 1910.  Two  cops  contslnlnc  silver  deposits 
were  flUed  with  electrolyte  and  aOowed  to  stand 
two  hoors,  when  they  were  washed  and  dried  as 
ttsnaL   Newly  prepared  electrolyte  which  had  been 
contaminated  with  filter  paper  was  put  In  cop  No. 
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''KbhlraoodL*'  For  the  explanation  of  this  change, 
see  page  484  of  this  paper.  Weihallnotattempfto 
indicate  In  this  errata  the  many  placea  which  this 
change  Involves. 

Footnote  68,  after  "Phil.  Trans.  A186"  insert  •'p.  630.** 

Footnote  70,  faistead  of  ''second  paper**  read  "thlid 
paper,  page  512." 

lCo  26,  Btoad  of  **lonner'*  read  *<latter.'* 

Line  10,  faistead  of  •*they*'  read  •'the  cathodes." 

Lfaie  3  from  end,  faistead  ol  "14)18287"  read  **14)1828t.** 

Footnote  9,  faistead  of  •*Blec  ch."  read  «*Electr»- 

chem.** 
Une  11,  faistead  of  "lOOO"  read  •*300." 

Lfaie  3  from  end  of  page,  faistead  of  "lOOO"  read '*300.*' 
Middle  of  but  column,  faistead  of  "lOOO"  read  •*300." 

Line  3  from  bottom,  instead  of  Tranktert"  read 

-Frankfurt.** 
Sixth  cofamm  of  table,  take  out  **second  hsU." 
Footnote  6,  faisert  *'10.  p.  157." 
Footnote  7.  faistead  of '•Blecchem"  read  •'Blectio- 
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Footnote  13  applies  to  the  first  Une  of  Nov.  15  and  not 

to  Nov.  5. 
Second  oboervatlon  of  Feb.  20,  **fauge  sixe"  ought  to 

be  in  **medium  slxe." 
Footnote  15  appUeealoo  to  the  ^beerrations  of  Mar.  12. 
Lfaiel4oftexi,addt]ielollowfaig:  -Dr.vonStefaiwAr 

haa  explained  to  us  since  this  was  written  that  be 

doee  not  consider  this  form  of  voltsmetor  with  sflk 

ss  s  Kohlrausch  voltsmotor." 


Digitized  by 


Google 


Digitized  by 


Google 


Digitized  by 


Google 


Ha^v^^d  Oolleie  Library 
^pnl  2/,  lc^l7 
From  the 
Unit.;d  States  Qoverment. 


ADDITIONAL  COPIES 
<^  Tma  FUBUCAHoir  mat  bi  pbocueso  fbom 

TBI  BUnSIMTSirDBIlT  OF  DOCUMSHIB 
OOTIBKMXIIT  FRCnOfO  OfffKI 

WAsaasfnaK,  d.  a 

▲T 

26  CBNT8  PBR  COPY 

SVBSCBIPTION  PBId,  SI  PZB  YSAS 


A  ooopltto  IM  «1  tlM  BuMis's  pqbUcitloBt 
may  lM  obtained  frae  of  cbargt  on  appUctUont* 
the  Bureeu  of  StuuUfdi,  Wukfaiftao,  D.  C 


Digitized  by 


Google 


DETERMINATION  OF  ALUMINIUM  AS  OXIDE 


By  William  Blum 


CONIENTS 

Page 

I.  Introduction 515 

II.  General  principles 516 

III.  Historical 5x6 

IV.  Precipitation  of  aluminitim  hydroxide 5x8 

X.  Hydrogen  electrode  studies 5x8 

(c)  The  method 518 

(b)  Apparatus  and  solt^tions  employed. ^ 518 

(c)  Results  <^  hydrogen  electrode  experiments 5x9 

(i)  Conclusions  from  hydrogen  electrode  experiments. 520 

3.  Selection  of  an  indicator  for  defining  the  conditions  <^  precipita^ 

tion Saa 

3.  Factors  affecting  the  fonn  <^  the  precipitate 524 

4.  Precipitation  in  the  presence  of  iron 535 

V.  Washing  the  precipitate 525 

VI.  Separation  from  other  elements 526 

VII.  Ignition  and  wei^iing  <^  the  precipitate 528 

x.  Hygroecopicity  of  aluminium  oxide 529 

a.  Temperature  and  time  of  ignition 529 

3.  Effect  of  ammonium  chloride  upon  the  ignition :  —  531 

VIII.  Procedure  recommended —  53a 

IX.  Confirmatory  exx>eriments 532 

X.  Conclusions 534 

I.  INTRODUCTION 

Although  a  considerable  number  of  precipitants  have  been  pro- 
posed for  the  determination  of  aluminium,  direct  precipitation  of 
aluminium  hydroxide  by  means  of  ammonium  hydroxide,  fol- 
lowed by  ignition  to  oxide,  is  most  commonly  used,  especially  if 
no  separation  from  iron  is  desired,  in  which  latter  case  special 
methods  must  be  employed.  While  the  general  principles  involved 
in  this  determination  are  extremely  simple,  it  has  long  been  recog- 
nized that  certain  precautions  in  the  precipitation,  washing,  and 
ignition  are  necessary  if  accurate  results  are  to  be  obtained. 
While,  however,  most  of  these  details  have  been  studied  and  dis- 
cussed by  numerous  authors,  it  is  noteworthy  that  few  publica- 
tions or  textbooks  have  taken  account  of  all  the  factors.     In  the 
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present  paper  it  seems  desirable,  therefore,  to  assemble  the  various 
recommendations  and  to  consider  their  basis  and  their  accuracy. 
No  attempt  has  been  made,  however,,  to  include  a  complete 
bibliography. 

n.  GENERAL  PRINCIPLES 

In  precipitations  of  metallic  hydroxides  by  means  of  ammonia 
or  other  bases  the  process  may  be  considered  as  a  progressive 
hydrolysis,  brought  about  by  the  neutralization  of  the  acid  con- 
tinuously set  free.  In  the  case  of  such  hydroxides  as  ferric 
hydroxide,  which  are  practically  insoluble  in  bases,  it  may  be 
readily  shown  that  the  solubility  is  decreased  and  precipitation 
rendered  more  complete  by  the  addition  of  an  excess  of  the  pre- 
cipitant, thereby  increasing  the  hydroxyl  ion  concentration. 
However,  in  the  case  of  amphoteric  hydroxides,  such  as  aluminium 
hydroxide,  it  is  obvious  that  an  excess  of  the  base  is  to  be  avoided, 
and  it  therefore  becomes  desirable  to  select  that  degree  of  alka- 
linity which  will  insure  most  nearly  complete  precipitation  and 
at  the  same  time  avoid  resolution  of  the  precipitate.  As  will  be 
shown  later,  the  study  of  the  progress  of  the  precipitation  and  the 
selection  of  the  proper  "end  point"  of  precipitation  can  readily 
be  accomplished  by  means  of  the  hydrogen  electrode,  the  con- 
ditions selected  bemg  subsequently  defined  by  means  of  suitable 
indicators. 

m.  HISTORICAL 

Early  recognition  of  the  fact  that  when  considerable  excess  of 
ammonia  is  used  in  the  precipitation  of  aluminium  hydroxide 
appreciable  amounts  of  aluminium  pass  into  the  filtrate,  led  to 
the  time-honored  procedure  of  boiling  out  most  of  the  free 
ammonia.  The  latter  method,  however,  has  its  defects,  owing  to 
the  attack  of  glass  vessels  by  the  hot  ammoniacal  solution  (lead- 
ing to  contamination  of  the  precipitate  with  lime,  silica,  etc.); 
and  to  the  possible  re-solution  of  alumina,  when  through  excessive 
boiling  the  solution  becomes  slightly  add.  Various  authors  have 
therefore  urged  the  use  of  a  very  slight  excess  of  ammonia  with 
only  a  short  period  of  boiling,^  especially  when  a  considerable 
amount  of  ammonitun  chloride  is  present  in  the  solution.'  While 
♦tip  bpni^ficiAl  pffi»H-  of  ftTTimoniiim  rhloriHft  in  reduritic  the  solil- 


Digitized  by 


Google 


BbMN)  Determination  of  Aluminium  517 

bility  of  aluminium  hydroxide  in  ammonia  has  been  pointed  out 
by  ntmierous  authors  and  has  formed  a  basis  for  the  procedtures 
recommended  in  most  textbooks,  few  attempts  have  been  made  to 
explain  this  effect,  which  in  some  cases  has  been  attributed  to  the 
coagulation  of  the  colloidal  aluminium  hydroxide  by  the  salt.' 
While  undoubtedly  this  is  an  important  function  of  the  ammonium 
chloride,  it  will  be  shown  later  that  the  reduction  of  the  alkalinity 
(hydroxyl  ion  concentration)  of  ammonia  by  the  presence  of 
anunonium  chloride  also  exerts  a  marked  influence  upon  the 
amount  of  aluminium  hydroxide  held  in  solution. 

Recognition  of  the  errors  attendant  upon  precipitation  of  alu- 
minium with  ammonia  has  led  to  the  recommendation  of  other 
precipitants  by  means  of  which  the  maximum  alkalinity  of  the 
solution  is  restricted;  for  example,  ammonium  sulphide,  ammo- 
nium carbonate,  sodium  bicarbonate,  ammonium  nitrite,  phe- 
nylhydrazine,  and  a  mixture  of  potassium  iodide  and  iodate. 
While  for  special  cases — for  example,  the  separation  of  aluminium 
from  iron — one  or  more  of  the  above  methods  may  have  special 
advantages,  it  may  be  shown  that  for  general  purposes  their  use 
is  in  no  way  preferable  to  that  of  ammonia  under  proper  condi- 
tions, and  that  in  most  cases  they  present  practical  disadvantages. 

While  numerous  authors  recommend  the  ctistomary  method  of 
using  an  indicator  such  as  litmus  paper  to  detect  roughly  the 
presence  of  an  excess  of  ammonia,  few,  if  any,  have  suggested  the 
accurate  definition  of  the  desired  alkalinity  by  means  of  stiitable 
indicators.  Hinrichsen  used  rosolic  acid  in  a  study  of  the  effect 
of  fluorine  ^  upon  the  precipitation  of  aluminium  hydroxide  by 
ammonia,  but  gives  no  experimental  or  theoretical  basis  for  its 
selection.  Numerous  authors,  in  efforts  to  develop  methods  for 
the  volumetric  determination  of  aluminium,  or  for  testing  the 
neutrality  of  aluminium  salts,  have  used  various  indicators  for 
determining  the  b^^inning  and  completion  of  the  precipitation  of 
aluminium  hydroxide;  but  few,  if  any,  have  shown  that  complete 
precipitation  actually  occurs  at  the  color  change  selected. 

•  A.  Ckasen,  Quantitative  Analytis,  p.  145,  sixth  Oer.  edxtioa;  19x9. 

*Zt»,  anorg.  Chem.  68:  p.  88;  1908.    In  this  paper  HinriHmm  showed  Uiat  fluorine  may  hinder  or  co> 
tirdy  prevent  the  precipitation  of  aluminium  hydroxide  by  ammonia. 
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IV.  PRECIPITATION  OF  ALUMINIUM  HYDROXIDE 

1.  HYDROGEN  ELECTRODB  STUDIES 

(a)  Thb  Method. — ^The  application  of  the  hydrogen  electrode 
to  a  study  of  the  changes  taking  place  in  solution  during  precipi- 
tations was  suggested  in  a  paper  on  the  determination  of  magnesia 
in  limestone, '  and  was  elaborated  in  an  article  by  J.  H.  ,Hilde- 
brand,'  in  which  are  given  numerous  curves  for  such  precipita- 
tions, including  the  action  of  sodium  hydoxide  upon  aluminium 
sulphate.  The  principle  of  the  method  is  very  simple,  involving 
the  meastnement  of  the  electromotive  force  of  a  cell  consisting 
of  a  calomel  half  cell  and  a  hydrogen  electrode  immersed  in  the 
solution  to  be  investigated.  The  hydrogen  ion  concentration  of 
the  solution  may  then  be  calculated  from  the  formula 


log 


I  T -0.338 

[H+]"    0.058 


where  x  is  the  observed  emf  in  volts  at  25®  C. 

(b)  Apparatus  and  Solutions  Employed. — ^The  apparatus  and 
method  of  measurement  were  essentially  those  used  by  Hilde- 
brand  and  Hamed.  The  solution  to  be  titrated  was  maintained 
at  about  25^  in  a  beaker  which  was  closed  with  a  rubber  stopper 
having  suitable  perforations  for  (a)  the  hydrogen  electrode,  (6) 
the  connection  with  a  cell  containing  saturated  potassium-chloride 
solution  (used  to  eliminate  the  contact  potential),  which  cell  was 
in  turn  connected  with  a  calomel  half  cell  in  o.i  N  potassium- 
chloride  solution,  (c)  the  tip  of  the  burette,  and  (d)  an  exit  tube 
for  the  hydrogen.  By  this  arrangement  qarbon  dioxide  was  con- 
veniently expelled  from  the  original  solution  by  means  of  a  current 
of  hydrogen  and  was  excluded  during  the  titration.  The  emf 
readings  were  made  at  about  lo-minute  intervals  by  means  of  a 
millivoltmeter  and  capillary  electrometer.  The  readings  ustially 
became  constant  to  i  or  2  millivolts  within  20  minutes. 

The  aluminium-chloride  solution,  prepared  from  reoystallized 
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bottle,  and  which  by  evaporation  (of  100  ex:)  was  found  to  contain 
a  very  small  amotmt  of  organic  matter,  but  no  detectable  amount 
of  nonvolatile  material. 

(c)  Results  op  Hydrogen  Electrode  Experiments. — The 
data  obtained  by  measurement  of  the  changes  in  hydrogen  ion 


IS        zo        S" 
C4       AUaii     -# 

Fio.  I. — PredpiUiHon  of  aluminium  hydroxide 

concentration  occurring  upon  addition  of  alkaline  hydroxides  to 
solutions  of  aluminium  chloride  are  shown  graphically  in  Fig.  i. 
The  abscissas  represent  cubic  centimeters  of  alkaline  hydroxide 
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added,  and  the  ordinates  on  the  left  are  the  observed  emf  values 
expressed  in  millivolts.  On  the  right  side  the  value  of  the 
ordinates  is  expressed  in  terms  of  hydrogen  ion  concentration, 
calculated  as  previously  stated.  Ciuves  A,  B,  and  C  are  the 
same  as  were  published  in  a  preceding  article  by  the  author^  on 
the  constitution  of  aluminates.  The  curve  A  for  the  neutraliza- 
tion of  hydrochloric  acid  with  sodium  hydroxide  is  shown  simply 
to  indicate  the  normal  coturse  of  such  a  reaction  in  the  absence  of 
any  metals  predpitable  as  hydroxides.  While  curves  B  and  C 
are  chiefly  of  interest  in  relation  to  the  formation  of  aluminates, 
they  are  included  here  in  order  to  show  the  similarity  in  the 
course  of  the  precipitations  with  fixed  alkalies  and  with  ammonia. 
The  curve  DE  shows  the  progress  of  the  reaction  when  ammo- 
nitun  hydroxide  is  added  to  a  solution  of  aluminium  chloride  con- 
taining a  small  amount  of  free  acid,  In  order  to  eliminate  the 
influence  of  ammonium  chloride  (to  which  reference  will  be  made 
later)  the  ciuve  DF  was  plotted,  in  which  the  portion  F  was 
obtained  by  the  addition  of  ammoniiun  hydroxide  to  a  solution, 
in  which  the  aluminium  hydroxide  had  been  exactly  precipitated 
by  the  addition  of  a  calculated  amotmt  of  potassium  hydroxide. 
While  the  curve  F  should  strictly,  therefore,  be  attached  to  ciurve 
C  it  has  been  placed  in  its  present  position  in  order  to  emphasize 
the  comparsion  between  the  effect  of  ammonium  hydroxide  with 
and  without  the  presence  of  ammoniiun  chloride.  The  curves  E 
and  F  may  contain  slight  errors  arising  from  small  losses  of 
axnmonia  during  the  passage  of  the  hydrogen.  Their  approxi- 
mate shape  and  position  is,  however,  clearly  indicated. 

(d)   CONCLXJSIONS  PROM  HYDROGEN  EtECTRODB  EXPERIMENTS.— 

From  the  ciuves  shown  in  Fig.  i  it  is  evident  that  the  changes 
taking  place  during  the  precipitation  of  aluminium  chloride  are 
practically  independent  of  the  alkali  used.  In  general,  it  may  be 
seen  that  precipitation'  begins  when  [H+]  is  about  lo"*  and  is 
complete  before  [H+]  is  10^.  In  the  case  of  the  fixed  alkalies  it 
was  pointed  out  in  a  former  paper  that  appreciable  re-solution  of 

T  W.  Blum,  J.  Am.  Chem.  Soc.,  86,  p.  1499;  1913. 

•  By  "predpitatioii"  in  this  tenae  is  meant  the  chemical  formation  of  Al  (OH)«,  which  (en>edaUy  in  the 
absence  of  salts)  may  not  actnaOy  coagulate  or  form  a  visible  precipitate  until  from  one-third  to  ooehslf  of 
the  alkali  required  for  complete  precipitation  has  been  added.  The  point  at  which  a  visible  precipitate 
occurred  in  the  different  cxi>eriments  was  found  to  be  very  yariable.  The  fbrmatioa  of  such  regular  curves 
as  are  shown,  however,  indicates  the  improbability  of  the  existence  in  sohttion  of  any  definite  basic  salts 


Digitized  by 


Google 


Bkm]  Determination  of  Alumini'^m  521 

the  precipitate,  probably  with  the  formation  of  aluminates,  occurs 
soon  after  the  neutral  point  is  passed;  for  example,  when  [H+]  is 
less  than  lo"'.  When  ammonium  hydroxide  is  used  as  the  pre- 
cipitant, it  may  be  seen  from  the  curve  DE  that  it  is  difficult  to 
obtain  a  solution  in  which  [H+]  is  less  than  lo"*,  even  when  appre- 
ciable excess  of  ammonia  is  present.  While,  therefore,  as  is  to  be 
expected,  it  is  not  possible  by  this  method  to  obtain  complete 
solution  in  ammonia  of  any  considerable  quantity  of  aluminium 
hydroxide,  an  appreciable  amount  was  always  found  dissolved  •  in 
any  solutions  in  which  [H+]  is  less  than  io~*. 

The  effect  of  even  small  amoimts  of  ammonium  chloride  in 
reducing  the  alkalinity  of  ammonium  hydroxide  is  clearly  shown 
by  comparison  of  the  curves  E  and  F,  there  being  present  no 
ammonium  chloride  in  F,  and  in  E  only  the  amount  equivalent  to 
about  37  cc  of  0.2  N  NH4OH;  that  is,  the  solution  at  the  end  was 
about  0.08  N  in  NH4CI.  This  effect  of  ammonium  chloride  is 
also  illustrated  in  Fig.  2,  in  which  the  hydrogen  ion  concentration 
of  various  ammonia-ammonitun  chloride  solutions  has  been  cal- 
culated from  the  ionization  constant  of  ammonia  at  25®  ^^ 

rNH,^][OH-]_ 
[NH,OH]      =^-«X^^ 

and  that  of  water  K^  =  i.i  X 10-** 

upon  the  assumption  that  the  mass  law  holds  for  such  solutions. 
For  the  sake  of  simplicity  the  ionization  of  ammonium  chloride, 
which  in  solutions  from  Ntoo.i  N  varies  from  75  to  85  per  cent " 
has  been  taken  as  80  per  cent.  For  convenience  the  restdts  have 
been  expressed  in  cc  of  iV  ammonium  hydroxide  present  in  a  vol- 
ume of  100  cc  of  ammonium-chloride  solutions  of  various  concen- 
tration. 

*  ExisUnct  ofAmmoHmm  Alummate. — In  a  previous  cfwnmiinication  the  evidence  in  faivor  of  the  forma- 
tion in  sohitsoo  of  definite  aluminates  of  sodiom  and  potaasium  was  presented.  While  no  such  definite 
evidence  of  the  existence  of  airnnoniiim  aluminate  is  available,  owing  to  the  above^nentkmed  impossi- 
bility of  securing  ammnnia  solutions  of  high  alkalinity,  there  seems  to  be  no  fcason  to  doubt  the  analogy 
of  the  solutions  in  ammonia  and  the  fixed  alkalies.  In  this  oomiectioa  it  is  interesting  to  ooosider  the  evi- 
dence presented  by  C.  Renz(Ber.,M»IU,p.97sz;x9e3).  This  author  dismines  the  possibility  ol  the  exist- 
ence of  an  ammonium  aluminate,  even  though  by  an  indirect  method,  viz,  solution  of  Al(OH^  in  Ba(OH)t 
and  subsequent  addition  of  (NHOiSOf.  he  was  able  to  obtain  a  dear  sofaitioa  free  from  Ba"*^  and  8O7,  so 
ocof  whidi  contained  cxgAliOi.    The  fact,  observed  by  Ren»,  that  freshly  precipitated  Al(OH)t  is  readHy 
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From  Fig.  2  it  is  evident  that  (i)  even  small  additions  of  ammo- 
nium chloride  cause  a  marked  decrease  in  the  alkalinity  of  ammo- 
nium hydroxide  solutions;  (2)  above  0.5  N  an  increase  in  the  con- 
centration of  ammonium  chloride  has  little  effect;  and  (3)  with  any 
reasonable  concentration  of  ammonium  chloride,  it  is  impracticable 


TB g       Sd 3» 98 tr 

CcNormU    NH^OH    per   100  cc. 
Fig.  3. — Effect  of  ammonium  chloride  upon  the  alkalinity  of  ammonium  hydroxid$ 

to  SO  limit  the  alkalinity  that  a  solution  in  which  [H*^]  is  less  than 
ID"*  (that  is,  one  which  dissolves  appreciable  Al  (OH)  J  is  not 
formed  when  any  large  excess  (for  example,  5  cc)  of  concentrated 
ammonia  is  added.  (It  should  be  noted  that  50  cc  N  NH4OH 
about  eqtials  3.3  cc  cone.  NH4OH,  sp.  gr.  0.90.) 

2.  SBLBCnOK  Of  AN  INDICATORFOR  DEFININO  THB  COllDmONS  Of 

PRSQPITATIOK 

If,  as  previously  shown,  precipitation  of  aluminum  hydroxide 
by  ammonia  is  complete  before  [H+]  is  Io"^  and  its  re-solution  is 
appreciable  when  [H+]  is  io~\  it  is  desirable  to  obtain  some  indi- 
cator  which  will  change  color  when  [H+]  is  about  10"^.  Experi- 
ments were  therefore  conducted  with  a  few  common  indicators 
showing  marked  color  changes  near  this  point,  viz,  para-nitro- 
phenol,  methyl  red,  rosolic  acid,  and  phenolphthalein.  Litmus 
was  not  included  because  of  its  gradual  color  change.  In  each 
case  the  solution  of  the  aluminium  chloride  and  indicator  con- 
tained in  a  platinum  dish  was  heated  just  to  boiling,  and  pure 
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ammonium  hydroxide  (about  2  N)  was  added  carefully  tmtil  the 
first  definite  color  change  occurred.  The  solution  was  then  boiled 
for  about  two  minutes  to  coagulate  the  precipitate  and  filtered  into* 
a  platinum  dish  in  which  the  filtrate  was  evaporated  to  dryness. 
After  the  careful  expulsion  of  most  of  the  ammonium  salts,  the 
residue  in  the  dish  was  digested  with  concentrated  hydrochloric 
acid  and  the  solution  and  any  tmdissolved  residue  were  transferred 
to  a  weighed  platinum  crucible.  After  evaporation  the  residue  was 
ignited  and  weighed.  Correction  was  made  for  the  residue  obtained 
upon  similar  evaporation  of  the  distilled  water  (about  0.0002  g  for 
200  cc)  and  for  the  nonvolatile  matter  contained  in  the  added 
ammonium  chloride  (0.0002  g  in  5  g).  Since  these  corrections 
were  of  the  same  order  of  magnitude  as  most  of  the  residues 
obtained,  any  of  the  latter  less  than  0.0002  g  may  be  considered 
negligible.    The  results  obtained  are  shown  in  Table  i. 

TABLE  1 
PreclpitotUm  of  Al(OH),  by  JSiSUOB,  Using  Varioos  Indicators 

fAlCb  lohition  cqoivaktit  to  o.zo  z  AlsOt,  predfiitated  in  •  volume  of  aoo  cc] 


Indlcstor 


Pus  nttiopliMiol.. 
.....do 


Modiylnd.. 

.....do 

.....do 


RoooUc  add.. 

....do 

....do 


Color 
Chang  o  < 

IH+l-i 


10-» 

ia-« 

lO-M 
10-«.9 

10-M 

io-« 
io-» 


NH4CI 
Ida 


AlsOtln 
flUnita 

f 


0.0010 
.0012 
Approdable. 
.0001 
.0000 
.0000 
.0000 
.0002 
.0004 
.0004 


Coagulatad  yoody. 


•  The  ai>praadmatei>olntao(  color  chance  selected  were  measured  with  the  hydrogen  electrode  at  room 
temperature. 

From  Table  i  it  is  evident  that  considerable  aluminium  hy- 
droxide remains  imprecipitated  when  the  solution  is  just  alkaline 
to  para-nitrophenol,  while  a  smaller  amoimt,  but  still  appreciable, 
is  redissolved  when  the  solution  is  just  alkaline  to  phenolphthalein. 
So  far  as  accuracy  is  concerned,  there  is  no  choice  between  the 
use  of  methyl  red  and  of  rosolic  acid.  Practically,  however, 
methyl  red  has  been  found  preferable,  because  of  its  sharper  color 
change,  and  because  the  end  point  is  reached  while  approaching 
neutrality;  that  is,  a  slight  excess  of  ammonia  is  less  likely  to 
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catise  re-solution.  Moreover,  solutions  just  alkaline  to  tnethyl  red 
are  less  likely  to  attack  Jena  or  similar  glassware  than  are  solu- 
tions slightly  alkaline  to  rosolic  add.  In  using  methyl  red,  how- 
ever, it  is  essential  to  have  appreciable  ammonium  chloride  present 
to  facilitate  coagulation.  The  fact  that  coagulation  occurs  more 
readily,  even  in  the  presence  of  only  small  amounts  of  ammonium 
chloride,  when  the  solution  is  just  alkaline  to  rosolic  acid  (that 
is,  when  [H+]<io-^)  would  appear  to  indicate  that  the  OH-  ion 
itself  exerts  a  coagulating  effect  upon  the  colloid. 

3.  FACTORS  AFFBCimQ  THB  FORM  OF  THE  PRBCIPITATB 

Obviously,  in  actual  analysis  it  is  desirable  not  only  to  effect 
complete  precipitation,  but  also  to  obtain  the  precipitate  in  a 
form  that  is  readily  filtered  and  easily  washed.  Such  conditions 
are  difficult  to  realize  with  a  precipitated  colloid,  such  as  aluminium 
hydroxide.  Niunerous  efforts  have  been  made  to  devise  condi- 
tions that  will  accomplish  this  end.  In  general,  it  has  been  recog- 
nized that  while  short  boiling  is  desirable  to  effect  coagulation, 
longer  boiling  renders  the  precipitate  slimy  and  difficult  to  filter. 
As  previously  noted,  the  use  of  ammonium  chloride  is  advan- 
tageous in  producing  the  well-known  salt  effect  in  the  coagulation 
of  such  a  precipitate,  as  well  as  in  reducing  the  actual  solubility. 
These  two  factors  were  the  only  ones  f oimd  to  have  a  favorable 
infiuence  upon  the  method  of  precipitation.  The  conclusion  of 
W.  E.  Taylor,"  that  if  the  solution  be  heated  to  just  66®  C  before 
the  addition  of  ammonia  and  subsequently  boiled  the  precipitate 
is  "granular,*'  cotdd  not  be  confirmed  by  R.  Sudgen  "  nor  by  the 
author.  The  recommendation  of  A.  Guyard  **  to  add  glycerine  to 
the  solution  before  precipitating  with  ammonia  was  tried,  and  no 
improvement  in  the  character  of  the  precipitate  was  noted,  while 
about  5  mg  of  Al^Og  were  foimd  in  the  filtrate.  Similarly,  the 
procedure  of  R.  E.  Divine,"  viz,  precipitation  in  the  presence  of 
tannic  acid,  while  it  produced  an  appreciable  improvement  in  the 
character  of  the  precipitate,  yielded  a  filtrate  containing  from  i 
to  ^  msr  of  AlnO*.  det>endinfir  unon  whether  the  solution  was  boiled 
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minium  hydroxide,  it  is  believed  that  for  amoimts  up  to  o.  10  g 
AljOj,  the  following  conditions  will  3deld  fairly  satisfactory  results, 
viz:  (i)  The  presence  of  at  least  5  g  of  ammonium  chloride  in  a  vol- 
ume of  200  cc;  (2)  addition  of  dilute  ammonia  to  the  nearly  boiling 
solution  until  it  is  just  alkaline  to  methyl  red  (or  rosolic  acid) ; 
(3)  boiling  for  not  more  than  two  minutes;  and  (4)  filtration 
without  waiting  long  for  the  precipitate  to  subside.  (In  some 
cases  the  precipitate  was  found  to  settle  quite  readily;  while  in 
others  it  showed  a  tendency  to  rise  to  the  surface  and  wotdd  not 
settle,  even  on  long  standing.)  The  addition  of  macerated  filter 
paper  before  precipitation  has  been  found  advantageous  in  aiding 
filtration  (and  also  ignition),  especially  of  large  amounts^  of  the 
precipitate. 

4.  PRBCIPITATION  IN  THB  PRBSBNCB  OF  IRON 

It  is  often  necessary  to  precipitate  ferric  and  aluminium  hy- 
droxides together.  This  can  be  accomplished  readily  by  the  pro- 
cedure above  recommended,  since  it  was  found  that  ferric  hy- 
droxide is  completely  precipitated  by  ammonia  before  the  solu- 
tion is  alkaline  to  methyl  red  or  to  rosolic  add.  In  case  su£Bicieat 
iron  is  present  to  obscure  the  color  of  the  indicator,  it  may  be 
precipitated  first  by  the  careful  addition  of  ammonia  and  caused 
to  settle  by  short  boiling,  after  which  the  color  of  the  indicator 
can  readily  be  recognized  in  the  supernatant  liquid  and  more 
ammonia  added,  if  necessary,  or  any  large  excess  of  ammonia  may 
be  neutralized  with  dilute  acid. 

The  writer  has  heard  of  an  opinion  (not  published  so  far  as 
known)  that  in  the  presence  of  ferric  hydroxide  the  solubility  of 
aluminium  hydroxide  in  ammonia  is  decreased  and  that  under 
such  conditions  there  is  less  need  for  care  in  the  addition  of  am- 
monia. Experiments  have  shown  that  this  conclusion  is  tmwar- 
ranted,  since  with  any  appreciable  excess  of  ammonia  considerable 
amounts  of  altunina  were  foimd  in  the  filtrate  even  when  large 
amoimts  of  ferric  hydroxide  were  present. 

V.  WASHING  THE  PRECIPITATE 

In  spite  of  the  generally  recognized  fact  that  precipitates  such,  a^ 
aluminium   hydroxide  readilv  assume  the  colloidal    s-r^te  when 


Digitized  by 


Google 


526  Bulletin  of  the  Bureau  of  Standards  ivoLts 

washing  precipitates  eqtiivalent  to  o.io  g  A1,0„  with  only  75  cc 
of  hot  water,  from  0.5  to  2  mg  of  A1,0,  were  foimd  in  the  washings. 
The  obvious  remedy,  viz,  washing  with  a  solution  of  a  volatile 
ammonium  salt,  such  as  ammonium  chloride  or  nitrate,  has  been 
suggested  by  numerous  authors."  From  the  standpoint  of  the 
"salt"  action  there  appears  tp  be  no  preference  between  ammo- 
niimi  nitrate  and  chloride.  The  former  has  been  used  most  fre- 
quently, partly  because  of  its  sUght  advantage  in  assisting  com- 
bustion of  the  filter  paper  and  partly  because  of  the  opinion  still 
prevalent,  though  frequently  disproven,  that  the  presence  of  am- 
monium chloride  during  ignition  wotdd  cause  loss  of  altunina  by 
volatilization  of  the  chloride.*^  As  pointed  out  by  W.  F.  Hille- 
brand,"  when  the  original  solution  contains  chlorides  and  it  is 
desired  to  evaporate  the  filtrate  and  washings  in  platinum  and  to 
expel  ammonium  salts,  it  is  undesirable  to  use  ammoniiun  nitrate 
in  the  wash  water,  owing  to  attack  of  the  platinum  vessels.  In  the 
present  research,  therefore,  a  hot  2  per  cent  solution  of  ammonium 
chloride  was  used.  In  view  of  the  fact  that,  owing  to  hydrolysis,  so- 
lutions of  ammonium  chloride  and  ammoniiun  nitrate  are  slightly 
acid  to  methyl  red,  it  was  at  first  assunted  that,  as  suggested  by 
Trautmann,"  there  would  be  an  advantage  in  rendering  such  solu- 
tions slightly  alkaline  with  ammonia.  In  practice,  however,  it  was 
found  that  there  was  no  appreciable  difference  in  the  amoimt  of 
alumina  dissolved  by  the  "neutral"  and  the  alkaline  solutions, 
the  residues  obtained  from  100  cc  of  the  washings  being  almost 
invariably  less  than  0.3  mg.  The  use  of  solutions  of  the  pure 
salts,  with  no  addition  of  ammonia,  is  therefore  recotomended, 
especially  as  solutions  rendered  alkaline  are  more  likely  to  act 
upon  the  glass  of  the  wash  bottle  and  thus  to  become  contaminated. 

VI.  SEPARATION  FROM  OTHER  ELEMENTS 

In  the  separation  of  altuniniiun  from  other  elements  of  the 
succeeding  groups  in  the  usual  analytical  procedure  by  precipi- 
tation with  ammonia,  three  sources  of  contamination  may  be 
encountered:  (i)  Adsorption  of  various  compoimds  by  the  pre- 
cipitate; (2)  co-precipitation  of  hydroxides  which 
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siderable  excess  of  ammonia  for  re-solution;  and  (3)  formation  of 
insoluble  carbonates  by  absorption  of  carbon  dioxide  from  the 
air. 

The  first  effect  is  common,  in  some  degree  at  least,  to  all  the 
elements  that  may  be  present,  the  amoimt  of  a  given  element 
included  in  the  precipitate  being  determined  principally  by  its 
concentration  in  the  solution,  the  character  of  the  precipitate, 
and  the  method  of  washing.  As  previously  pointed  out,  it  has 
been  foimd  impracticable  to  precipitate  aluminiiun  hydroxide  in 
any  but  a  relatively  gelatinous  condition.  It  is  obvious,  there- 
fore, that  the  only  practical  method  of  eliminating  elements  such 
as  the  alkalies,  which  are  likely  to  be  present  in  considerable 
amount  in  the  solution,  is  to  dissolve  and  reprecipitate.  That 
such  a  procedure  is  quite  efl&dent  may  be  judged  by  the  fact  that 
from  a  solution  containing  o.iooo  g  AljOg  and  10  g  of  sodium 
chloride  in  a  volume  of  200  cc  the  precipitate  obtained  after  a 
single  precipitation  and  washing  10  times  with  2  per  cent  ammo- 
nium chloride  weighed  0.107 1  g  and  contained  much  NaCl.  A 
similar  precipitate  which  was  washed  only  5  times,  dissolved  in 
hydrochloric  add,  repredpitated,  and  again  washed  5  times 
weighed  0.1008  g  and  contained  only  a  trace  of  NaCl. 

The  elements  which  introduce  the  second  difficulty  indude 
zinc,  manganese,  nickd,  and  cobalt.  It  is  well  recognized  '^  that 
the  separation  of  altuninium  from  such  elements  by  means  of 
ammonia  is  imsatisfactory,  since  the  alkalinity  required  for  the 
resolution  of  their  hydroxides  is  such  as  to  cause  appreciable 
solution  of  the  aluminium  hydroxide  also.  Moreover,  it  was 
foimd  that  even  in  solutions  just  alkaline  to  methyl  red,  oxidation 
and  predpitation  of  manganese  occurred  so  rapidly  as  to  pre- 
clude a  quantitative  separation  from  aluminium.  For  such  sepa- 
rations, therefore,  other  procedures — ^for  example,  the  basic  ace- 
tate method — ^must  be  employed. 

The  predpitation  conditions  above  recommended  have  been 
fotmd  espedally  favorable  in  the  separation  from  those  elements 
such  as  baritun,  caldiun,  strontium,  and,  to  a  less  extent,  mag- 
nesiimi,  whose  carbonates  are  likdy  to  be  formed  by  absorption 
of  carbon  dioxide,  and  carried  down  bv  the  oredoitate      It  has 
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precipitate  of  the  carbonates  by  exposure  to  the  atmosphere.^^ 
Aluminitunhydroxide  precipitates  obtained  from  solutions  con- 
taining o.iooo  g  AljOs  and  calcium  and  baritun  chlorides  equiva- 
lent to  0.2  g  CaO  and  BaO,  respectively — ^that  is,  twice  the  amount 
of  Al^O, — and  washed  5  times  with  2  per  cent  ammoniumchloride 
solution  weighed  0.0998  and  0.0999  g,  and  were  fotmd  to  be  free 
from  calcium  and  baritmi. 

The  beneficial  effect  of  ammonium  chloride  in  the  separatkm  of 
aliuninium  from  magnesium  has  long  been  recognized.  Formerly 
it  was  explained  by  the  fonnation  of  a  double  salt,  though  more 
recently  it  has  been  attributed  to  the  repression  by  the  ammonium 
chloride  of  the  alkalinity  of  the  ammonium  hydroxide  to  a  point 
insufficient  to  precipitate  the  magnesiiun  hydroxide.^  The  latter 
view  is  confirmed  by  the  results  of  Hildebrand  and  Hamed,"  who 
fotmd  that  Mg  (OH),  is  not  precipitated  until  [H+]  is  less  than 
lo"*,  and  by  the  curves  shown  in  Fig.  2  of  this  paper,  in  which  the 
above  effect  of  ammonium  chloride  is  clearly  shown.  That  the 
procedure  recommended  is  effective  in  the  separation  of  aluminium 
and  magnesium  is  shown  by  experiments  in  which  aluminium 
hydroxide  equivalent  to  o.io  g  AljOs,  precipitated  in  the  presence 
of  magnesium  chloride  equivalent  to  0.2  g  MgO,  contained  less 
than  o.ooio  g  MgO. 

Vn.  IGNITION  AND  WEIGHING  OF  THE  PRECIPITATB 

The  principal  questions  involved  in  the  ignition  of  the  aluminitun 
hydroxide  are  (i)  the  hygroscopidty  of  the  ignited  oxide;  (2)  the 
temperature  and  length  of  time  required  for  dehydration;  and  (3) 
the  effect  of  chlorides  upon  the  ignition. 

»  This  obaervation  is  ai>piaxiiiiatdy  in  •coordiice  with  the  remit  obtained  by  calmlating  the  alkaBiiity 
ol  barium  chloride  or  catHnin  diloride  sohitiont— for  exami^le,  ci  AT— saturated  with  reject  to  the  ncntial 
carbonates,  in  equilibrium  with  the  normal  atmosphere.  (See  J.  Johnston,  J.  Am.  Chem.  Soc,  S7»  p. 
aooz;  29x5.)  Thus  the  ionization  ci  o.i  N  barium-diloride  solution  may  be  assumed  as  70  per  cent: 
that  is,  [Ba++]  is  0.07.  Sfaice  at  x6*  the  sohibility  product  pBa-H-]  [COT")  equals  7X20-^,  the  [CO|-*]  in  such 
ft  lohition  is  equal  to  zo-'.    In  any  sohxtions  at  z6*  in  equilibrium  with  an  atmosphere  containinc  COi 

with  a  i>artial pressure P.Jq^t^i  i.  e.  «(OH-p  — ^-p- While  the  ordinary  atmosphere  contains  about 

three  parts  ol  CDs  in  zo  000,  the  air  in  a  laboratory  znay  olten  contain  five  iNUts  or  more  in  xo  000.  In 
sodi  a  case  P- sXzo"*,  and  therefore  [OH-J-o^Xzo"^.  If  JCwir  -asXro"**,  then  [H+J  is  about  o.6Xzo-» 
or  zd^**;  that  is,  the  solution  must  be  slightly  alkaline  before  any  BaCOs  can  be  precipitated  by  exposure  to 
air  containins  the  normal  amount  of  CDs.    From  sizziilar  calculations  f  or  o.x  JV  CaCli,  assuming  that  (Ca"^ 

lrV%.^1.A  ftftVT«-t   It  Tttav  hm  ■hnwn  that  fOW-l^.  «v-.^.  ~.  »tt-m w_  -.  -        _^«*^^-- 
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1.  HYGROSCOPICITY  OF  ALUMUnUM  OXIDB 

The  fact  that  ignited  AljOj  readily  absorbs  water  has  been 
recognized  and  pointed  out  by  many  authors.**  This  property  has, 
in  fact,  been  made  the  basis  for  the  recommendation  of  the  use  of 
AI3O3  as  a  dehydrating  agent.**  It  should  be  noted,  however,  that 
for  the  latter  use  the  AlaOg  should  not  be  strongly  ignited.  Many 
of  the  experiments  that  have  been  conducted  to  determine  the 
hygroscopidty  of  such  substances  as  AljOs  have  little  bearing 
upon  anal3rtical  procedures,  since  no  distinction  was  made  between 
the  amount  of  water  absorbed  and  the  rate  of  absorption,  especi- 
ally during  the  first  few  minutes  exposiu^e.  Tests  at  this  Biueau 
have  shown  that  in  common  with  most  substances  capable  of 
absorbing  moisture  (even  those  not  intrinsically  hygroscopic) 
recently  ignited  AlaO,  absorbs  within  the  first  10  minutes  exposure 
to  the  atmosphere  a  large  proportion  of  the  water  which  it  will 
absorb  in  24  hotirs.  Since,  as  frequently  pointed  out,  the  atmos- 
phere in  an  ordinary  desiccator  which  has  recently  been  opened  is 
not  greatly  different  from  the  atmosphere  prevailing  in  the  room, 
it  is  obvious  that  the  all  too  common  practice  of  placing  in  a 
desiccator  ignited  precipitates  such  as  AI3O3  in  imcovered  cruci- 
bles, is  likely  to  lead  to  even  greater  errors  than  those  resulting 
during  the  period  required  for  rapid  weighing.  That  a  well-fitting 
cover  on  a  platiiAm  crucible  is  efficient  in  preventing  absorption 
of  moisture  in  the  desiccator  or  on  the  balance  has  been  frequently 
demonstrated.  Thus,  a  crucible  containing  o.io  g  ignited  AI3O,, 
which  when  allowed  to  stand  covered  upon  the  balance  showed  no 
appreciable  change  in  weight  in  five  minutes,  gained  as  much  as 
o.ooio  g  when  uncovered  for  five  minutes.  For  any  accurate  work 
in  the  determination  of  alimiina,  therefore,  and  especially  in  any 
experiments  designed  to  test  the  temperature  and  period  required 
for  the  ignition  of  such  substances,  it  is  absolutely  essential  that 
the  crucible  be  well  covered  both  in  the  desiccator  and  upon  the 

balance.  

2.  TBMPBRATURB  AND  TIMB  OF  lONTTION 

Directions  for  the  ignition  of  aliunina  *•  have  usually  prescribed 
blasting  for  periods  var3dng  from  10  to  30  minutes,  followed  by 
successive  short  periods  imtil  constant  weight  is  secured.  While 
it  is  evident  that  in  order  to  expel  the  last  traces  of  moisture  from 

*■  C.  p.  CcDts,  Chem.  News,  99,  p.  x6x,  X879 :  Hen  and  Campbell,  J.  Am.  Chem.  Soc.,  21,  p.  776, 1899; 
B.  T.  Allea  and  V.  H.  Gottachalk,  Am.  Chem.  Joar.,  84,  p.  39a.  1900. 

*  P.  M.  G.  Johnson,  J.  Am.  Chem.  Soc,  S4,  p.  9x1 ;  19x3. 

M  H.  Moissan,  Compt.  rend.,  121.  p.  851.  1895;  P-  H.  Walker  and  J.  B.  Wflson,  Chem.  Eng..  19,  p.  159^ 
X9xa:  W.  H.  Daudt,  J.  Ind.  Bng.  Chem..  7.  p.  847. 19x5;  and  nmneroui  textbooks. 
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such  a  precipitate,  originally  in  a  gelatinous  condition,  the  use  of 
a  high  temperatiu-e  is  desirable,  it  may  be  readily  shown  that  long 
blasting  is  not  necessary,  at  least  for  precipitates  up  to  0.2  g 
AljOj.  In  ntunerous  experiments  with  o.i  g  Al,Oj  the  total  loss 
in  weight  produced  by  various  periods  of  blasting  following  the 
first  5  minutes  blasting  was  less  than  0.0002  g.  In  order  to  show 
conclusively  that  dehydration  is  complete  after  5  or  10  minutes 
blasting,  at  a  temperatiu-e  from  1100°  to  1150°  C,  a  covered  cru- 
cible, of  especially  pure  platinum,  containing  0.7  g  AI3O,,  derived 
from  three  precipitates  each  of  which  had  been  blasted  for  5  min- 
utes, was  again  blasted  for  5  minutes  and  placed  in  a  vacutun 
sulphuric  acid  desiccator,  which  was  quickly  exhausted.  After 
cooling,  the  crucible  was  quickly  weighed  against  a  tared  crucible, 
and  was  then  heated  for  three  periods  of  10  minutes  each  to  a 
temperature  of  1440°  to  1460^  in  an  electric  fiimiace.*^ 
The  results  of  the  experiments  were  as  follows: 

TABLE  2 
Ignition  of  AI3O3 


Wdgbt 


f 
Bn^Cy  crudbto.. 

Inclttdlng  AWOs  (previously  bUurted  but  exposed  in  ttuiifar) 


Ocuna 
3.1665 
3.89SS 
3.8M3 


Weight  of  AlsOi 

After  10  miiiiite8etl440M460'' 

After  8eoQiiidlOiiiiiiotesetl440M460*' 

After  thlrdlOmJiiutefl  at  1440M460'* 

Weight  of  empty  cnidble  after  brushing  out  precipitate. 

Weight  of  AltOs  after  heatfaig 


0.7278 

3. 8943 
3.8941 
3.8940 
3.1662 


0.7278 


From  these  results  it  is  evident  that,  making  allowance  for  the 
loss  in  weight  of  the  platinum  crucible  (0.0003  g),  exposure  to  a 
temperature  of  over  1400^  C  produced  no  appreciable  change  in 
weight  of  AljOs  previously  blasted  for  not  over  15  minutes. 

From  these  results  it  is  apparent  that  the  continued  losses  in 
weight  noted  by  some  authors  upon  successive  blastings  of  A1,0, 
were  probably  due,  not  to  further  dehydration  of  the  precipitate, 
but  to  losses  in  weight  of  the  crucibles  (which  in  commercial 
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platinum  may  be  quite  appreciable) ;  or,  in  case  the  crucibles  were 
not  covered  while  in  the  desiccator  and  on  the  balance,  to  a  de- 
crease in  the  hygroscopicity  of  the  precipitate.  In  other  words, 
at  no  time  was  the  true  anhydrous  weight  obtained,  but  always  a 
weight  including  some  amotmt  of  absorbed  moisture,  which  amotmt 
decreases  (and  may  become  almost  negligible)  after  the  precipitate 
has  been  heated  to  high  temperatures  for  a  considerable  period. 
Owing  to  the  frequent  failure  to  mention  whether  the  crucibles 
were  covered  during  the  ignition  and  weighing,  it  is  impossible  to 
determine  in  which  cases  the  above  criticism  applies.  Such  omis- 
sions indicate,  however,  a  lack  of  appreciation  of  the  importance 
of  covering  the  crucibles. 

3.  EFFECT  OF  AMMONIUM  CHLORIDE  UPON  THE  IGNITION 

The  still  prevalent  misconception  that  when  aluminium  hydrox- 
ide containing  ammonium  chloride  is  ignited,  there  is  loss  of  alu- 
minium, dates  back  at  least  to  1875.^  I*  h^  t>een  disproven  so 
frequently  ^*  that  it  would  be  superfluous  to  dwell  upon  it  were  it 
not  for  the  fact  that  it  is  referred  to  even  in  recent  textbooks. 
The  following  experiments,  while  not  essential  to  establish  this, 
are  perhaps  of  interest  in  still  further  demonstrating  the  absence 
of  such  an  effect.  Measured  portions  of  a  pure  AlCl,  solution 
were  evaporated  to  small  volumes  in  weighed  platinum  crucibles, 
after  which  pure  ammonia  in  slight  excess  was  added.  Evapora- 
tion was  continued  to  dr3mess  and  the  residues  were  heated  tmtil 
all  ammonium  salts  were  expelled,  and  were  finally  blasted  and 
weighed.  The  results,  together  with  those  obtained  by  the  pro- 
cedure recommended  below  (which  had  been  found  to  give  accu- 
rate results  with  metallic  aluminium)  are  shown  in  Table  3. 

TABLE  3 


Experi- 
ment 


MeUiod 


IHntt  etipeiatkio . 

....do 

Piedpitetkm 

....do 

....do 

....do 
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Prom  Table  3  it  may  be  seen  that  in  experiments  i  and  2,  where 
the  almninitmi  hydroxide  was  certainly  in  very  intimate  contact 
with  an  excess  of  ammonitmi  chloride,  any  loss  of  aluminium  by 
volatilization  was  so  small  as  to  be  negligible.  Moreover,  the 
weights  in  experiments  3-6  include  corrections  for  the  filter  ash 
and  for  known  small  impmities  in  the  reagents  and  water,  and  are 
therefore  probably  somewhat  less  accmrate  than  those  obtained  by 
direct  evaporation. 

Vra.  PROCEDURE  RECOMMENDED 

From  the  foregoing  considerations  the  following  conditions  are 
recommended  for  the  determination  of  aluminium  hydroxide. 
To  the  solution  containing  5  g  of  ammonitmi  chloride  per  200  cc 
of  solution,  or  an  equivalent  amotmt  of  hydrochloric  acid,  add  a 
few  drops  of  methyl  red  (0.2  per  cent  alcoholic  solution)  and  heat 
just  to  boiling.  Csu-efuUy  add  dilute  ammonitmi  hydroxide  drop- 
wise  tmtil  the  color  of  the  solution  changes  to  a  distinct  yellow. 
Boil  the  solution  for  one  to  two  minutes  and  filter  at  once.  Wash 
the  precipitate  thoroughly  with  hot  2  per  cent  ammonitmi  chloride 
(or  nitrate)  solution.  Ignite  in  a  platintmi  crucible  and  after  the 
carbon  is  all  btnued  off  blast  for  five  minutes;  cover  the  crucible 
and  place  it  in  a  desiccator  tmtil  cool.  Weigh  covered  as  rapidly 
as  possible.  A  second  blasting  of  five  minutes  is  desirable, 
especially  as  it  permits  a  more  rapid  weighing,  and  consequently 
probably  more  accurate  restilts. 

IX.  CONFIRMATORY  EXPERIMENTS 

A  weakness  of  many  of  the  published  researches  upon  the  deter- 
mination of  aluminium  is  the  lack  of  suitable  standards  by  which 
to  test  the  proposed  methods.  The  use  for  this  piUT)ose  of  hy- 
drated  salts  of  possibly  tmcertain  hydration,  such  as  the  altmis,  is 
not  to  be  recommended  for  acctn-ate  work,  and  in  the  few  cases 
where  metallic  aluminium  has  been  used  no  detailed  evidence  of 
the  purity  has  been  presented.    The  following  few  experiments. 
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by  the  methods  described  by  J.  O.  Handy ,••  yielding  the  following 
results  for  the  only  elements  that  could  be  detected, 


TABLB4 

Antljsis  M  Almnitiltim 


Senile 


Copper 

lien 

AIntnhifaun  (dJfieienoe). 


Percent 

Percent 

0.13. 

0.16 

.01 

.01 

.25 

.17 

99.61 

99.66 

Weighed  portions  (about  1.3  g)  of  these  samples  were  dissolved 
in  hydrochloric  acid  and  the  solutions  were  oxidized  with  a  small 
amount  of  nitric  acid  and  filtered  to  remove  silicon.  The  filtrates 
were  diluted  to  measured  volumes  and  aliquots  used  for  the 
determination  of  aluminium  as  above  described,  about  0.25  g  of 
AljOa  being  weighed  in  each  determination.  The  ammonia  was 
redistilled  and  all  reagents  carefully  tested  and  found  free  from 
appreciable  contamination.  The  weights  of  precipitates  were 
corrected  for  the  filter  ash  and  for  the  amoimt  of  FejOj  corre- 
sponding to  the  iron  foimd  by  the  previous  analysis.  The  results 
are  shown  in  Table  5." 

TABLE  5 
Aifitniiiittm  Detemiiiuitioii  in  Metallic  Alttminiisiii 


Sunple 

■ample 

Found 

Al 

Bspertanent 

AlsOi 

Al 

Found 

Bydlf- 
lerence 

1 

A 
A 

B 

0.1298 
.1296 
.1288 

1 
0.2445 

.2443 
«.2428 

8 
0.1297 
.1296 
.1288 

Percent 
99.90 
99.82 
99.95 

Percent 
99.61 

2 

99.61 

$     

99.66 

M  J.  Am.  Chcm.  Soc,  18,  p.  768;  1896. 

&  In  calcnlatfaig  the  weifjht  of  alnrntniiim  present  in  the  AliOt,  the  1916  atomic  weight  of  Al»a7.1  haabeen 
used.  It  is  at  least  interesting,  though  probably  not  significant  with  so  few  experiments,  to  note  that  It 
the  roond  atomic  weight  37  be  naed  for  Al  the  yalnes  for  per  cent  Al  found  become,  lespeotivelyy  09.73  and. 
99.67  for  A  and  99.78  for  B— that  is,  they  ap]»oach  the  amount  found  by  diflierenoe,  well  within  the  expert- 
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3L  CONCLUSIONS 

From  the  above  experiments  the  following  conclusions  may  be 
drawn,  many  of  which  simply  confirm  those  of  previous  inves- 
tigators: 

(i)  From  observations  made  with  a  hydrogen  electrode  and 
with  suitable  indicators  it  was  fotmd  that  the  precipitation  of 
aluminium  hydroxide  by  ammonium  hydroxide  is  complete 
when  [H+]  is  between  lo"*-*  and  iq-^-*,  points  approximately 
defined  by  the  color  change  of  methyl  red  and  of  rosoUc  acid. 

(2)  The  presence  of  ammonium  chloride  during  precipitation  is 
advantageous  in  limiting  the  alkalinity  and  in  coagulating  the 
precipitate. 

(3)  Solutions  of  ammonium  nitrate  and  chloride  are  equally 
satisfactory  for  washing  the  precipitate. 

(4)  The  conditions  of  precipitation  recommended  are  favor- 
able for  the  simultaneous  precipitation  of  aluminium  and  ferric 
hydroxides;  and  for  their  separation  from  calcium,  strontiimi, 
barium,  and  magnesium. 

(5)  Crucibles  containing  ignited  aliunina  should  be  kept  covered 
in  the  desiccator  and  on  the  balance. 

(6)  For  precipitates  of  from  o.i  to  0.2  g  Al^Og  5  or  10  minutes 
blasting  is  sufficient. 

(7)  The  presence  of  ammonium  chloride  during  ignition  causes 
no  appreciable  loss  of  alumina. 

Washington,  March  31,  191 6. 
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CALCULATION  OF  PLANCK'S  CONSTANT  Q 


By  J.  H.  Dellinger,  AsasUnt  Physicist 


L  CALCULATION  OF  C,  FROM  ANY  TWO  OBSERVATIONS 

The  basis  of  a  number  of  methods  for  measming  high  tempera- 
tures is  Planck's  equation  for  radiation  from  a  black  body, 

/ = .J  S   \  (I) 


\e^^-i) 


As  this  has  been  used  very  generally,  much  of  the  available  data 
on  properties  of  matter  at  high  temperatures  depend  upon  the 
physical  constant  c,.  This  constant  is  important  also  in  purely 
theoretical  physics,  in  theories  bearing  on  the  constitution  of  the 
atom.  The  determination  of  the  value  of  this  constant  is  there- 
fore of  considerable  interest. 

Most  of  the  determinations  of  c,  have  been  from  observations  of 
the  intensity  of  radiation  /  as  a  fimction  of  wave  length  X,  at  con- 
stant temperature  0.  Such  observations  were  plotted  in  a  curve 
with  /  as  ordinates  and  X  as  abscissas,  c,  was  obtained  by  the 
method  of  equal  ordinates;  that  is,  by  calculation  from  two  wave 
lengths  \  and  X,  corresponding  to  any  pair  of  equal  ordinates  on 
opposite  sides  of  the  maximum  (Fig.  i).  The  most  convenient 
solution  for  this  method  was  shown  in  a  former  paper  *  to  be 

It  is  the  purpose  of  the  present  paper  to  present  a  more  general 
method  of  calculation  which  has  several  advantages. 

*  Buckingham  and  DeUingcr,  this  Bulletin.  7.  p.  393;  191X. 
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Since  equation  (i)  contains  two  constants,  it  is  obvious  that 
two  observations  of  /  for  any  values  of  X  and  $  suffice  to  find  c^  and 
c,.  Only  c,  is  of  interest,  as  Cj  merely  gives  the  scale  of  brdi- 
nates,  while  c,  determines  the  shape  of  the  curve.  It  turns  out 
that  Cj  is  calculable  very  simply  from  any  two  observations  of  /,  X, 
and  0.    In  particular,  when  the  two  observations  are  for  the  same 


\  z  ^  ^ 

Fig.  I. — Planck  energy  curve  for  ij^oP  K 


temperature,  c,  is  obtained  from  any  two  points  on  the  /,  X  cxxrve, 
by  merely  adding  a  term  to  the  equation  for  equal  ordinates,  thus: 


m-i 


+  5log^-c-^ 


'] 


(3) 


An  expKdt  solution  for  c,  has  not  been  obtained,  and  would 
probably  be  complicated  and  useless  if  it  could  be  found.  A 
very  valuable  general  expression  is  found  as  follows.  Writing 
equation  (i)  in  the  form. 


it  follows  that 


e^^ 


^-logCi-log/i-5logXi-log(i-e-Ml) 
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Writing  the  siniilar  equation  for  /,,  X,,  ff,,  and  subtracting,  we 
obtain 

This  equation  contains  c,  in  the  right-hand  member,  but  in  a  term 
which  is  always  relatively  small  in  practice.  Since  c,  is  a  physical 
constant,  a  closely  approximate  value  is  known,  which  may  be 
used  in  this  term.  A  second  approximation  would  rarely  modify 
the  result.  This  satisfactory  solution  may  be  simplified  by  intro- 
ducing the  relation 

log  ( I  -e  xtfj—— e~^ — e    ^ — e-x»- 


When  \0i  is  not  too  close  to  X^ff,,  the  first  term  is  sufficient,  so  that 

This  equation  is  accurate  enough  for  most  purposes.  It  furnishes 
a  very  simple  means  of  calculating  c,  from  any  two  observations, 
there  being  no  restriction  to  constant  temperature  or  to  constant 
wave  length. 

The  possibility  of  obtaining  a  solution  for  c,  in  a  form  such  as  (5) 
has  been  indicated  by  C.  N.  Haskins.^  He  showed  that  c,  could 
be  expressed  implicitly  in  terms  of  two  observations  of  /,  X,  0, 
by  means  of  the  equation 

x'^-Cop+C-i-o  (6) 

where  of-e^  and  n- j^-  since  n  is  not  an  integer,  the  equa- 
tion is  not  solvable  algebraically.  Some  tedious  process  such  as 
successive  approximations  is  necessary  for  a  solution,  so  that  the 
method  is  not  as  direct,  convenient,  or  rapid  as  equation  (5). 
Haskins  pointed  out  that  while  previous  methods  for  calculating 
c,  depended  upon  the  use  of  a  plotted  curve,  the  purely  mathe- 
matical solution  depends  directly  on  the  experimental  data.  All 
graphical  errors  are  thus  eliminated.  While  the  graphical  errors 
are  smaller  than  the  experimental  errors  at  the  present  time,  it  is 
of  interest  to  know  that  the  former  can  be  avoided. 

Equation  (5)  is  particularly  interesting  because  all  of  the  meth- 
ods which  have  been  used  for  the  determination  of  c,  may  be  derived 


*  PhysicAl  Review,  S,  p.  476;  X9i4« 
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from  it  very  simply.     In  the  first  place,  if  the  two  observations 
are  at  constant  wave  length,  X|  —X, — X,  equation  (5)  gives  at  once: 


?^[.og^-e^]  » 


This  is  the  equation  for  obtaining  c,  from  an  "  isochromatic  "  curve; 
that  is,  observations  at  a  fixed  wave  length.  Isochromatics  are 
used  very  widely  in  temperature  measurement.  In  the  second 
place,  if  temperature  is  kept  constant  instead  of  wave  length, 
di=^02='O,  and  equation  (3)  follows.  Equation  (3)  represents  the 
method  which  is  discussed  in  detail  in  this  paper.  Thirdly,  by 
placing  /a«"/i  in  equation  (3),  the  method  of  equal  ordinates 
appears.  Fourthly,  by  omitting  also  the  exponential  correction 
term,  Paschen's  eqtiation  follows,  viz, 


c,' 


-l^'o^s"  (« 


X,— Xj       Xi 


Fifthly,  an  equation  for  the  method  used  at  the  Reichsanstalt,' 
of  observing  the  maximum  /  and  the  value  of  /  at  one  other  X, 
follows  from  equation  (3)  by  writing  Xj  =  X,  /i  =/,  Xj  ■»  Xm,  /j =/m, 

4.965  X"  (4.965 -^-*-")  -  5  log  ^  +log ^  (9) 

Having  obtained  Xm,  c,  is  given  by  the  relation 

C3  «=  4.965  Xmtf  (10) 

Equation  (9)  is  transcendental,  and  in  practice  is  solved  by  pre- 
liminary calculation  of  a  table  of  Jm/J  as  a  function  of  XmA-  This 
method  is  inconvenient  physically  as  well  as  mathematically.  It 
requires  observation  of  /  at  one  particular  point,  the  maximum 
of  the  curve;  consequently,  the  method  is  impossible  at  all  tem- 
peratures for  which  there  is  energy  absorption  at  the  maximum 
of  the  curve. 

The  chief  interest  attaching  to  equation  (5)  is  its  generality  in 
relation  to  other  equations,  as  just  discussed.  In  determining  c, 
from  two  observations,  there  is  not  necessarily  any  advantage  in 
having  both  temperatures  and  both  wave  lengths  different.  In 
fact,  the  requirements  of  temperature  meastu-ement  usually  neces- 
sitate holding  the  temperature  constant  at  least  as  long  as  the  time 
required  to  observe  two  values  of  /.     When  the  temperature  is 


I  Warburg.  I«eithftuser,  Hupka  and  MGUcr,  Ann.  Stf,  p.  6*5;  1913. 
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kept  constant,  and  /  observed  as  a  function  of  X,  a  so-called 
"isothermal"  is  obtained. 

In  calculating  Cj  from  isothermals  by  the  method  of  equal  ordi- 
nates,  it  is  necessary  to  draw  a  curve  of  /  as  a  function  of  X.  One 
of  the  advantages  of  the  mode  of  calculation  of  equation  (3)  is  that 
no  curve  is  required,  and  thus  all  the  labor  and  the  errors  of 
plotting  and  reading  a  curve  are  eliminated.  Since  this  method' 
determines  c,  from  any  two  points  whatever  on  the  Planck  curve, 
it  is  applicable  "when  only  limited  portions  of  the  curve  can  be 
observed.  This  is  an  important  consideration  in  practice,  since 
absorption  bands  and  other  sources  of  error  affect  some  parts  of 
the  curves,  and  it  is  sometimes  impossible  to  find  a  usable  ordinate 
on  one  side  of  the  maximum  equal  to  a  certain  ordinate  on  the 
other  side.  These  difficulties  have  limited  the  general  application 
of  the  previously  used  methods,  but  the  two-point  method  is  not 
affected  by  them. 

Since  the  two-point  method  utilizes  the  observations  directly, 
any  abnormal  point  is  very  sharply  shown  up.  If  a  point  is  in 
error,  for  instance,  because  of  errors  of  observation  or  errors  in  the 
spectrometer  setting,  this  is  made  evident  by  an  abnormal  value  of 
c,  resulting  from  the  calculation.  Each  point  stands  by  itself, 
whereas  if  a  curve  is  plotted  each  point  is  necessarily  affected  by 
neighboring  points.  In  the  direct  two-point  calculation  only  the 
points  affected  by  the  experimental  conditions  will  give  wrong 
values  of  C3.  A  point  known  to  be  normal  can  be  used  and  various 
others  combined  with  it,  then  any  abnormal  values  are  known  to 
be  due  to  the  other  points.  The  constancy  of  values  of  c,  thus 
calculated  from  any  desired  pairs  of  points  is  a  good  criterion  to 
show  whether  the  observations  follow  Planck's  law.  Furthermore, 
variations  of  Cj  when  thus  calculated  actually  give  an  easy  way  of 
investigating  the  shape  of  the  observed  curve  as  compared  with 
the  Planck  curve,  without  plotting  either  curve.  Labor  is  thus 
saved,  as  it  is  desired  to  calculate  the  value  of  c,  anyway  for  its 
own  sake.  Considerable  information  regarding  the  shape  of  the 
curve  is  given  when  the  two  points  are  both  taken  on  the  same  side 
of  the  maximum,  as  shown  in  the  example  discussed  below. 

n.  APPUCATION  OF  THE  METHOD 

The  method  was  tried  out  on  experimental  data  obtained  by 
Dr.  Coblentz,  which  he  very  kindly  placed  at  the  disposal  of  the 
writer.  The  data  were  from  reliable  observations,  and  the  curve 
which  was  plotted  from  them  gave  consistent  values  of  c,  by  the 
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method  of  equal  ordinates,  with  a  mean  very  close  to  14  360, 
practically  identical  with  the  general  mean  iFor  all  the  cimres 
obtained  by  Dr.  Coblentz.*  Certain  of  the  calculations  by  the  two- 
point  method  give  values  surprisingly  different,  as  shown  below. 
For  convenience  in  calctdation,  equation  (3)  is  used  in  the  form 

2.3026  XiXj^n        J2       t        Xj  -«.l  ,    V 

^2 "    ^^  _  ^1     I  logto  y^  +  5  ^og^o  ^  -  04343  g  ^-M  (11) 

When  both  points  are  at  the  right  of  the  maximum,  the  exact 
formtda 

^» Xa^xi  ^^''Ji^  logi^^^  +  logio 35  (12) 

is  used.  When  one  of  the  points  is  at  the  left  of  the  maximtmi, 
equation  (i  i)  is  amply  acciu-ate. 

In  the  exponential  term  in  the  equations,  c,  was  taken  equal  to 
14  350.  The  data  were  for  a  temperature  of  i350^iiC,  the  theo- 
retical curve  for  which  is  given  in  Fig.  i.  Values  of  c,  calcu- 
lated by  the  method  of  equal  ordinates  from  the  observed  curve 
agreed  within  i  per  cent,  with  a  mean  of  14  360.  This  agreement 
seemed  a  satisfactory  indication  that  the  data  fit  the  Planck  equa- 
tion within  the  errors  of  experiment.  The  values  were  very  closely 
checked  by  calculations  from  nearly  equal  ordinates,  applying 
equation  (11)  to  the  actual  observations.  The  first  advantage  of 
the  two-point  method  appears  here,  viz,  the  same  values  of  c,'are 
obtained  by  direct  calculation  from  nearly  equal  ordinates  as  by 
the  method  of  equal  ordinates,  and  the  graph  is  dispensed  with 
entirely. 

When  values  of  c,  were  calculated  from  a  point  of  large  ordinate 
on  one  side  of  the  maximum  and  a  point  of  small  ordinate  on  the 
other  side,  as  from  points  3  and  5,  or  4  and  6  (Fig.  i),  there  was 
a  fair  but  not  quite  so  good  an  agreement  with  the  method  of 
equal  ordinates.  Thus,  the  mean  of  seven  such  pairs  of  points 
gave  14  460. 

When  calculations  were  made  from  two  points,  both  on  the 
same  side  of  the  maximum,  small  departures  from  the  theoretical 
curve  had  a  magnified  effect  and  very  different  values  were  foimd. 
Calculations  made  from  nine  pairs  of  points,  such  as  3  and  4,  or 
5  and  6  (Fig.  i),  gave  values  of  c,  ranging  from  14  530  to  14  930, 
with  a  mean  of  14  750.    These  high  values  were  found  because 
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the  observed  points  were  slightly  below  the  theoretical  curve  in 
two  r^ons,  as  discussed  below. 

For  calculations  from  two  points  at  the  right  of  the  maximum, 
equation  (12)  was  used.  Some  of  the  calculations  were  made 
rigorously,  using  five  significant  figures  in  the  intermediate  steps. 
It  was  fotmd,  however,  that  the  use  of  a  slide  rule  gave  the  values 
of  Cj  within  i  in  the  fourth  figure;  that  is,  well  within  the  accuracy 
of  observation.  It  may,  therefore,  be  stated  that  these  calcula- 
tions csm  be  made  very  rapidly,  obtaining  the  logarithms  and 
exponentials  from  tables  and  performing  the  multiplications  by 
a  slide  nile.     In  calculating  the  values  of  c„  as  already  stated,  a 

preliminary  value  of  c,»  14  350  was  used  in  the  term  e  ")S».    A 

second  approximation  would  make  the  values  still  greater.  In 
the  largest  values,  however,  the  increase  would  be  only  5  in  the 
fomth  significant  figure,  and  as  this  is  within  the  experimental 
error  the  second  approximation  was  not  made. 

It  has  been  suggested  to  the  author  by  C.  E.  Van  Orstrand  that 
the  reason  why  the  two-point  method  and  the  method  of  equal 
ordinates  give  different  values  is  because^  they  weight  the  observa- 
tions differently;  and  that  the  only  comprehensive  solution  would 
be  by  least  squares,  which  would  give  every  observation  the 
proper  weight.  All  of  the  methods  which  have  been  used  for  cal- 
culating c,  are  open  to  objection  on  this  score.  The  two-point 
method,  however,  is  the  most  powerful  in  indicating  the  shape  of 
the  curve.  It  also  helps  to  locate  any  constant  errors,  and  in  this 
respect  seems  superior  to  the  method  of  least  squares,  which 
assumes  all  departures  from  the  theoretical  to  be  accidental.  This 
appears  to  be  an  important  consideration  at  the  present  time, 
when  there  are  so  many  variables  affecting  the  observations. 
The  method  renders  this  very  service  in  the  case  of  the  observations 
here  discussed. 

The  excessively  high  values  of  c,  obtained  from  points  entirely 
on  the  left  or  entirely  on  the  right  of  the  maximum  indicate  that 
the  observed  points  toward  the  left  of  each  branch  of  the  curve 
lie  below  the  theoretical  Planck  curve.  In  other  words,  the  curve 
is  slightly  sheared,  but  in  such  a  way  that  its  distortion  does  not 
appreciably  affect  the  values  calculated  by  the  method  of  equal 
ordinates.  As  a  result  of  this  shearing,  all  the  values  of  c,  calcu- 
lated from  points  on  the  same  side  of  the  maximtun  are  either 
equal  to  or  higher  than  the  mean  foimd  by  the  method  of  equal 
ordinates,  although  the  individual  observations  do  not  depart 
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from  the  theoretical  curve  any  more  than  can  be  accotmted  for 
by  the  large  and  imavoidable  errors  of  observation.  Thus  a 
characteristic  of  the  curve  is  disclosed  by  this  method  of  calcu- 
lation which  would  be  overlooked  when  the  calculations  were 
made  by  equal  ordinates. 

It  is  not  known  whether  this  shearing  of  the  cin^e  is  wholly  a 
matter  of  experimental  error  or  a  true  departure  from  Planck's 
equation.  A  similar  characteristic  of  such  curves  was  found  at 
the  Reichsanstalt;*  that  is,  different  values  of  c,  were  found 
from  the  left  and  the  right  sides  of  the  curve  (calculated  as  de- 
scribed above,  from  one  point  and  /  at  the  maximum).  This  be- 
havior was  found  in  ctirves  obtained  by  using  a  fluorite  prism. 
In  the  more  recent  work  of  Reichsanstalt,  very  consistent 
values  of  c,  have  been  obtained,  but  a  quartz  prism  Is  used  and 
the  observations  are  all  on  the  left  of  the  maximum,  because  quartz 
shows  strong  absorption  at  wave  lengths  above  the  maximtun. 
It  is  impossible  to  say  at  the  present  time  whether  the  abnormal 
values  of  c,  obtained  from  the  right  side  of  the  curve  are  due  to 
the  inadequacy  of  the  theoretical  formula  or  to  the  errors  of 
observation. 

It  is  worthy  of  note  that  the  departtu-es  of  the  above  observations 
from  the  theoretical  cyxrve.  come  in  that  part  of  the  curve  where  the 
Planck  and  the  Wien  equations  give  appreciably  different  values. 
In  this  f egion  the  observations  fit  the  Planck  law  better  than  the 
Wien.  In  the  regions  of  lower  wave  length  and  temperature  where 
the  two  laws  agree,  they  are  well  known  to  be  very  reliable.  This 
is  of  the  greatest  importance  in  various  methods  of  optical 
P3n-ometry,  which  are  based  on  the  Wien  equation.  The  recent 
Reichsanstalt  researches  do  not  establish  the  validity  of  the 
Planck  modification  of  the  Wien  equation,  because  that  work 
was  done  in  the  ranges  of  wave  length  and  temperatine  to  which 
both  equations  apply.  Coblentz  has  already  pointed  out  •  that 
the  Planck  equation  has  not  received  a  thorough  experimental 
verification.  It  may  be  seen  from  the  calculations  above  that 
the  two-point  method  shows  the  characteristics  of  experimental 
curves  rather  more  vividly  than  any  previously  used  criterion. 

The  Planck  radiation  equation  has  considerable  importance  in 
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as  from  radiation  data.  Prof.  Millikan,  therefore,  seems  well 
jtistified  in  his  suggestion '  that  a  more  precise  value  of  c^  is  ob- 
tainable on  the  basis  of  photo-electric  experiments  than  from 
radiation  data,  since  higher  precision  is  attained  in  the  former 
experiments.  Of  course,  the  question  of  which  data  give  the 
more  accurate  value  could  only  be  answered  by  an  estimate  of 
the  constant  errors  in  the  two  kinds  of  experiments. 

m.  DBTBRMINATION  OF  SPECIAL  POmXS  ON  THE  PLANCK  CURVE 

For  certain  points  on  a  Planck  isothermal  curve,  Wien's  dis- 
placement law  holds.    The  law  is  expressed  by  the  equation, 

c^KKfi  (13) 

where  iiC  is  a  constant  and  X,  is  the  X  coordinate  of  the  point. 
Such  special  points  are  the  maximum  of  the  ciu^e,  for  which 
iiC«=  4.965;  the  center  of  gravity,  for  which  if  =  2.701;  and  the 
points  of  inflection.  By  the  use  of  the  displacement  law,  c,  could 
theoretically  be  obtained  from  an  observation  merely  of  the  X  for 
one  of  these  special  points.  As  a  matter  of  fact,  however,  none 
of  these  points  can  be  taken  directly  from  the  ciu^e  with  accu- 
racy, so  no  additional  ways  of  obtaining  c,  are  really  provided  in 
this  way.  The  earliest  observers,  such  as  Ltimmer  and  Pring- 
sheim,  did  calculate  c,  from  observations  of  X  at  the  maximum, 
but  the  method  would  no  longer  be  considered.  P.  D.  Foote  has 
proposed*  using  the  center  of  gravity  similarly,  obtaining  the 
X  coordinate  by  mechanical  integration  of  the  curve.  Such  a 
method  would  involve  all  the  errors  of  the  curve  and  of  the 
integration,  the  former  being  particularly  formidable  since  a  part 
of  the  curve  known  to  be  affected  by  absorption  bands  could  not 
be  omitted.  Since  only  a  finite  portion  of  the  curve  can  be 
integrated  mechanically,  a  correction  has  to  be  computed  by  suc- 
cessive approximations.  The  method  is  laboriotis  and  not  highly 
accurate,  and  is,  in  fact,  not  recommended  by  its  author  for 
actual  use. 

Not  only  are  these  special  points  unsuitable  as  means  of  deter- 
mining c,,  but  they  may  themselves  be  obtained  most  accurately 
and  conveniently  by  the  very  process  which  is  recommended  in 
this  paper  for  obtaining  c,.  Any  of  the  points  for  which  the  dis- 
placement law  holds  may  be  calculated  from  any  two  observed 

f  Phys.  Rev..  7,  p.  37S;  29x6.  *  This  Bulletin,  IS,  p.  479;  191$. 
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points.  Substituting  from  equation  (13)  in  equation  (3),  and 
letting  a:  =  ^, 

This  is  the  same  as  equation  (3),  with  K'  substituted  for  9.  For 
the  maximum  of  the  cm-ve,  -K"' —0.2014;  for  the  center  of  gravity, 
iiC' =0.3702.  This  means  that  the  maximuin  of  the  curve  need 
not  be  observed  in  order  to  determine  it,  and,  in  fact,  it  could 
not  be  determined  with  nearly  as  great  accturacy  by  direct  obser- 
vation as  by  calcidation  from  several  pairs  of  reliable  points. 
Also,  the  whole  curve  need  not  be  observed  in  order  to  determine 
the  center  of  gravity.  Practically  a  single  equation  suflSces  to 
determine  c,  and  all  the  special  points  from  any  two  observed 
points. 

It  may  be  noted  that  only  a  very  rough  value  of  the  tempera- 
tiure  need  be  known  in  calculating  the  special  points  by  equation 
(14).  One  additional  possibility  of  the  two-point  method  is,  of 
course,  the  determination  of  temperature.  Solving  equation  (3) 
for  9  instead  of  for  c,, 


e pr 


"Si. 
^^^  log:^+5log^-e^* 


(15) 


This  requires  knowledge  of  the  value  of  c,  and  a  roughly  approxi- 
mate value  of  $.  This  would  be  a  more  accurate  method  of  tem- 
perature measurement  than  the  use  of  the  displacement  law  for 
the  maximtmi  of  the  curve.  It  might  be  a  usefid  method  in  cer- 
tain experiments  where  the  proper  apparattis  was  set  up. 

IV.  SUMMARY 

The  constant  c,  of  Planck's  radiation  equation  has  heretofore 
been  obtained  from  radiation  data  by  processes  involving  the  use 
of  a  graph.  It  may  be  determined  very  simply  and  directly  from 
two  observations  at  any  wave  lengths  and  temperatures.  The 
formtda  for  the  case  of  constant  temperature  is  only  slightly 
different  from  the  familisu-  equation  for  equal  ordinates.  The 
method  eliminates  all  graphical  difficulties,  and  is  less  limited  by 
experimental  conditions  such  as  absorption  bands  in  the  air  and 
the  prism. 


Digitized  by 


Google 


DOmger]  Planck's  Rodiotion  Constant  545 

A  mathematical  discussion  has  been  given,  showing  how  very 
simply  the  equations  for  all  the  known  methods  of  calculating  c, 
may  be  deduced  from  a  general  solution  of  Planck's  equation. 

On  applying  the  general  method  of  calculating  in  terms  of  two 
points  to  an  experimental  energy  ciu^e,  the  power  of  the  method 
in  investigating  the  shape  of  the  curve  is  strikingly  shown.  The 
departures  of  the  observations  from  the  Planck  law  are  more 
vividly  indicated  than  in  other  methods  of  calculation.  The 
departures  of  individual  points  and  of  limited  portions  of  the  ctu^e 
from  the  theoretical  values  stand  out  by  themselves. 

Points  on  the  Planck  curve  for  which  Wien's  displacement  law 
holds,  in  particular  the  maximum  of  the  curve,  have  been  con- 
sidered as  ftunishing  additional  ways  of  determining  c,.  Such 
methods  su-e  debarred  by  lack  of  accuracy  and,  in  fact,  these 
special  points  may  themselves  be  obtained  most  accurately  and 
conveniently  by  the  very  process  which  is  recommended  in  this 
paper  for  obtaining  c,.  Substantially  the  same  simple  equation 
sufl&ces  to  determine  c,  and  all  the  special  points. 

Washington,  May  10,  191 6. 
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Fig.  I. — Bridge  arranged  for  oil  immersion  and  automatic  temperature  control.  {Bridge 
top  measures  27  by  JQ  cm . )  View  also  shows  commutator,  milliamm^ter  for  measuring 
current  through  bridge,  etc. 


Fig.  2. 


-Simple  bridge  without  temperature  control.     {Bridge  top 
measures  28  by  25  cm.) 
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I.  TYPE  OF  BRIDGE  REQUIRED 

A  type  of  Wheatstone  bridge  which  has  been  found  to  meet 
practically  all  the  requirements  of  precision  measurements  with 
resistance  thermometers  is  one  having  equal  ratio  arms  of  rather 
high  resistance  (100  ohms  or  more)  and  a  variable  resistance 
arm  of  about  100  ohms,  variable  by  steps  of  o.oooi  ohm.  Such  a 
bridge  has  recently  been  described.*  Coils  of  o.i  ohm  (or  even 
o.oi  ohm)  ^nd  larger  may  be  connected  to  mercury  contact 
blocks  and  short-circuited  by  suitable  amalgamated  links.  For 
resistances  smaller  than  o.i  ohm  it  is  preferable  to  use  a  shimting 
arrangement,  as  described  in  the  paper  referred  to  ^  or,  in  some 
instances,  a  slide  wire  may  be  used.  Plug  or  dial  contacts  should 
not,  in  general,  be  used  directly  in  series  with  the  variable  arm 
as  the  variation  in  such  contacts  is  of  the  same  order  of  magni- 
tude as  the  value  of  the  smallest  step. 

»  This  BuUetin,  11,  p.  571;  19x5.  «  Loc.  dt.,  p.  57a. 
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2.  IMPROVBD  SUDB-WIRB  BRIDOB 

A  consideration  of  the  ordinary  bridge  diagram,  Fig.  3,  in 
which  ab  and  ac  are  the  equal  ratio  arms,  shows  that  resistance 
may  be  transferred  to  or  from  the  remaining  arms  at  three  points: 
(i)  By  moving  d  along  bdc,  which  is  essentially  the  plan  used  in 
the  Callendar-Griffiths  bridges  •;  (2)  by  moving  b  along  dbg; 
and  (3)  by  moving  c  along  dcg.  In  (2)  and  (3)  the  bridge  bal- 
ance is  not  independent  of  the  resistance  of  the  moving  contact 
as  in  (i),  but  the  effect  of  variations  of  this  contact  may  be  re- 
duced to  any  desired  extent  by  increas- 
ing ab  and  ac  with  which  the  contacts 
are  in  series. 

The  method  just  described  may  be 
used  to  introduce  the  i  -ohm  decade  and 
the  o.i-ohm  decade,  a  row  of  i-ohm 
coils  between  contact  blocks  being  con- 
nected along  bg  and  a  row  of  o.i-ohm 
coils  along  gc,  the  moving  points  6  and 
c  being  either  plugs  or  dial  switches. 
s.-Wheatsione  bridge  dia.  xhe  above  method  was  described  by 
^^^^^  the  writer  several  years  ago  to  Mr. 

Leeds,  of  the  Leeds  &  Northrup  Co.,  and  since  that  time  has  been 
used  by  them  in  their  calorimetric  bridges,  the  steps  smaller  than 
o.i  ohm  being  seemed  by  the  use  of  a  Kohlrausch  slide-wire. 

3.  BRIDOB  WITH  SHUIfT  DBCADBS 

Instead  of  a  slide-wire,  the  smaller  steps  may  also  be  obtained 
by  the  use  of  shunts.  A  bridge  of  this  type  was  designed  early 
in  1913  and  has  been  in  use  for  about  two  years.  The  general 
scheme  of  connections  is  shown  in  Fig.  4.  There  are  two  ratio 
coils  of  250  ohms  each  and  these  are  connected  by  a  short  (5  cm) 
slide-wire,  which  is  used  in  adjusting  them  to  equality.  The 
ratio  coils  terminate  in  long  bars  which  may  be  connected  by 
means  of  plugs  to  the  contact  blocks  of  the  i-ohm  and  o.i-ohm 
decades.  The  lo-ohm  coils  are  connected  to  binding-post  blocks 
and  the  desired  number  of  coils  are  introduced  into  the  circuit  by 
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when  several  thermometers  are  to  be  measured  successively 

with  the  same  .bridge.    If  this  decade  is  to  be  much  used,  it  is 

desirable  to  make  it  a  plug  decade  or,  perhaps  better,  to  use 

mercury  contacts. 

(a)  Shunted  Decades. — In  choosing  the  values  for  the  shunted 

coils  the  formula  for  resistance  of  coils  in  parallel  was  put  in  the 

following  form:   If  a  resistance  r  is  shunted  by  a  resistance 

r' 
R,  the  effect  of  the  shunt  is  to  reduce  r  by  an  amoimt  d"t— 
'  -^  R  +  r 

In  theshunt  decades — for  example,  theo.oi-ohm  decade — R  is  given 
a  series  of  values  such  that  ^  .     successively  assumes  the  values 


loxcwA    loxoocnn  loxooooin 

Fio.  4. — Diagram  cf  connections  for  bridge  with  shunt  decades 

o.io,  0.09, 0.08 — 0.00;  that  is,  successive  values  of  R  are  defined  by 


the  equations  i?+r  = ,  etc.,  to  /?+r  • 


Consequently  to 


o.io'        '  0.00 

.  secure  even-valued  coils  a  value  was  sought  for  r*,  which  should 
contain  the  factors  7  and  9  and  therefore  be  divisible  by  all  num- 
bers below  10.  The  value  r*  — 1.26  was  found  to  lead  to  suitable 
values  for  the  coils  of  the  o.oi-ohm  decade.  By  making  r,  for  the 
o.ooi-ohm  decade  equal  to  r  /Vio  the  successive  values  of  R  for 
this  decade  are  made  to  differ  by  a  constant  amotmt  from  the 
values  of  R  for  the  o.oi-ohm  decade  so  that  the  corresponding 
coils  for  the  two  decades,  with  two  exceptions,  will  be  equal.  The 
values  of  the  shunted  and  shunting  coils  for  the  three  decades  are 
given  in  Table  i. 
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TABLE  1 
Ratiatances  of  Shusted  and  Shunting  Coils  te  Last  Three  Decades 


[VoLij 


RotistnicM  in  •hmt 

Potltioa  of  fwlldi 

•Imatod  coil. 

71^26-1.1225 

QMl-ftbrn 

decade— 

ibnnted  ooO, 

VO.126- 

0.3550 

Individuia 

oiOi 

0.0001-olim 

dtcade— 

■banted  coU, 

V6.0126- 

ToUl  shunt- 
inimirtttBcd 

IndMdual 

Mill 

0.1122 

Indhrktaia 

otOi 

0 

12.6 -vn^ 

14.0 -v.. .6 
15.75-Vi.a6 
18.0-Vi.a6 
21.0 -V,.  ,6 
212  -V«»6 
3l.5-Vi.a6 
42.0-Vi.a6 
63.0-Vi.:.6 

126.  -vi:76 

•    -Vx..6 

11.478 
1.4 
1.75 
2.25 
3.0 
4.2 
6.3 

ia5 

21.0 
63.0 

00 

12.245 
L4 
L7S 
•te. 

12.49 

1 

L4 

2 

flCc 

3 

4 

5 

6 

. 

7 

8 

9 

10 

Instead  of  the  number  1.26,  other  values  may  be  found  more 
suitable  under  some  circumstances.  For  example,  if  it  were 
required  that  the  resistance  of  the  three  decades,  with  switches  on 
zero  positions,  should  be  less  than  i  ohm,  the  three  shunted  coils 
might  be  given  the  values  -^^^6048,  V0.06048,  and  V0-006048 
(6048  =  7X9X96). 

(6)  Adjustment  of  Ratio  Arms. — ^The  sKde-wire  between  the  ratio 
coils  is  mounted  inside  the  bridge  in  a  vertical  position  and  the 
slider  is  moved  by  turning  a  screw  which  engages  the  nut  on 
which  the  slider  is  mounted.  The  head  of  this  screw  projects 
through  a  hole  in  the  bridge  top.  The  bridge  is  so  arranged  that 
the  ratio  coils  may  be  interchanged  at  any  time,  but  as  this  involves 
manipulating  both  plugs  it  is  more  convenient  to  adjust  the  coils 
to  equality  as  often  as  may  be  necessary  and  not  to  interchange 
ratio  coils  during  measurements.  The  accxiracy  with  which  this 
adjustment  can  be  made  is  limited  only  by  the  sensitivity  of  the 
galvanometer  used,  and  errors  due  to  inequality  of  the  ratio  coils 
may  therefore  be  made  absolutely  negligible. 

(c)  Temperature  Control. — ^The  bridge  is  mounted  in  an  oil 
bath  and  thermostatic  control  of  the  temperatm-e  is  provided 
for.  The  motor  for  circulating  the  oil  is  mounted  on  the  bridge 
top  and  drives  a  screw  propeller  working  in  a  vertical  tube  which 
also  contains  a  heating  coil.    The  oil  is  circulated  downward 


Digitized  by 


Google 


Mmiier]  Bridges  for  Resistance  Thermometry  551 

through  the  tube,  along  the  bottom  of  the  box  under  a  false 
bottom,  thence  upward  and  past  the  coils  and  through  the  tube 
agam.  A  liquid-m-glass  thermoregulator  is  mounted  on  the 
lower  side  of  the  false  bottom.  Power  for  operating  the  thermo- 
stat is  supplied  from  the  i  lo-volt  alternating-current  line,  through 
a  small  (40-watt)  transformer,  which  gives  voltages  up  to  16  by 
steps  of  I  volt.  This  transformer  furnishes  power  for  operating 
the  motor  and  relay  and  for  the  heating  coil.  A  switch  is  so 
connected  that  the  high  voltage  can  be  applied  to  the  heating 
coil  for  rapid  heating  to  30°,  at  which  temperature  the  thermo- 
regulator is  set  to  operate.  A  buzzer,  also  operated  from  the  trans- 
former, indicates  when  the  temperature  of  30®  has  been  reached. 

A  copper  coil  similar  to  the  sealed  coils  used  for  the  lo-ohm 
and  I -ohm  decades  motmted  in  the  bridge  and  arranged  so  that 
its  resistance  can  be  meastu'ed  with  the  bridge,  shows  that  in 
such  coils  the  fluctuations  in  the  temperature  of  the  oil,  as  the 
regulator  operates,  are  almost  completely  damped  out. 

(d)  Effect  of  Contact  Resistances. — In  order  to  make  an  estimate 
of  the  precision  attainable  with  such  a  bridge  it  is  necessary  to 
assume  the  probable  variations  in  the  resistances  of  various  kinds 
of  contacts.  For  this  piuT)Ose  the  following  figiu-es  for  the  varia- 
tion of  various  t3rpes  of  contacts  when  kept  in  good  condition  and 
correctly  manipulated  will  be  used: 

Type  of  contact :  Probable  variation 

Binding  post a  0000a  ohm 

Plug 0001   ohm 

Switch : 0002   ohm 

The  figiu^s  quoted  can  not  from  the  natxure  of  the  case  be 
acctuate,  but  they  were  the  best  estimates  obtainable  for  the 
variations  in  well-made  contacts.  Granting  that  a  contact  of  any 
of  the  three  types  will  maintain  a  constant  resistance — ^for  example, 
to  I  microhm,  for  a  short  time  if  not  disturbed — ^values  will  be 
computed  for  the  bridge  under  consideration. 

In  measuring  a  resistance  of  about  25  ohms — for  example,  in  a 
calorimetric  experiment — ^the  effect  of  any  variation  of  the  two 
plug  contacts  is  only  one-tenth  of  what  it  would  be  if  these  con- 
tacts were  in  the  variable  arm.  Similarly,  the  maximum  effect 
of  variations  in  the  dial  switches  is  only  one  one-hundredth  of 
the  variation  of  one  switch  contact.  Consequently  the  total 
error  in  the  measurement  due  to  contact  resistances  (the  contacts 
on  the  binding  posts  may  be  left  imdisturbed)  is  that  due  to  one  or 
two  plugs  (reduced  10  times)  and  one  switch  (reduced  100  times), 
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the  total  amounting  to  less  than  20  microhms,  a  value  comparable 
with  that  obtainable  with  a  good  mercury  contact  bridge. 

If  the  resistance  to  be  measured  is  about  2 . 5  ohms  and  is  provided 
with  potential  terminals  and  measured  in  the  manner  to  be 
described  later,  the  effects  of  the  variations  in  the  plug  contacts 
are  reduced  100  times.  The  total  effect  of  contact  resistances 
in  this  case  will  therefore  amotmt  to  less  than  10  microhms,  which 
is  as  good  as  can  ustially  be  attained  with  a  mercury  contact 
bridge. 

The  above  figures  may  be  summarized  in  the  statement  that 
the  precision  attainable  in  the  use  of  the  bridge  is  limited  by  the 
contact  resistances  in  series  with  the  ratio  coils  to  about  i  part 
in  2  000  000  and  in  the  measurement  of  low  resistances  is  limited 
by  the  contact  resistances  in  series  with  the  shtmts  to  about 
0.000002  ohm. 

The  effects  of  thermoelectromotive  forces  at  the  moving  con- 
tacts are  also  reduced  to  such  an  extent  as  not  to  be  a  source  of 
inconvenience  in  making  measurements. 

(e)  Performance, — ^Tests  made  with  the  bridge  showed  that 
readings  consistent  to  i  or  2  microhms  could  be  made  on  resist- 
ances up  to  10  ohms,  thus  indicating  that  at  the  time  the  tests 
were  made  the  contacts  were  somewhat  better  than  estimated 
above.  The  i  -ohm  and  larger  coils  are  of  the  sealed  type  formerly 
described*  and  have  diuing  two  years  shown  no  changes  amotmt- 
ing  to  more  than  2  parts  in  100  000.  The  bridge  was  made  by 
O.  Wolff  and  has  proven  satisfactory  in  all  respects.  A  photograph 
of  this  bridge  forms  Fig.  i  (frontispiece). 

In  this  bridge  the  decade  arrangement  is  used  exclusively,  and 
the  question  may  arise  as  to  whether  the  calibration  can  be  made 
as  accurately  as  in  the  bridges  in  which  the  5,  2,  2,  i  combinations 
are  used.  There  is,  of  course,  an  accumulation  of  errors  in  each 
decade,  reaching  a  maximum  at  the  middle  of  the  decade.  Such 
errors  could  be  avoided  by*  comparing  groups  of  coils,  but  as  a 
matter  of  fact,  in  calibration,  such  high  sensitivity  may  be  secured 
and  utilized  if  the  contacts  are  in  sufficiently  good  condition, 
that  it  is  sufficient  to  evaluate  each  coll  separately  and  add  the 
values.  It  is  worth  noting  that  the  decade  plan  is  less  subject  to 
error  in  measiu-ing  changes  of  resistance,  as  is  always  done  in 
resistance  thermometry.     For  example,  using  the  5,2,2,1  arrange- 
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only  necessary  to  edd  the  two  coils  which  are  eqtdvalent  to  the 
change  to  be  measured. 

Successive  independent  calibrations  show  that  the  errors 
occurring  in  calibration  are  not  of  importance. 

The  bridge  may  be  calibrated  in  international  ohms  without 
the  use  of  precision  auxiliary  apparatus  (except  a  standard  coil) , 
since  by  the  use  of  an  external  variable  resistance,  each  coil  of  a 
decade  may  be  compared  (by  substitution)  with  the  sum  of  the 
10  coils  of  the  next  lower  decade.* 

4.  DIAL  BRIDGB 

Another  bridge  of  this  general  type  but  improved  in  details  has 
been  designed  and  constructed.  It  differs  from  the  one  already 
described  principally  in  emplo)dng  swftches  instead  of  plugs  for  the 
I -ohm  and  o.i-ohm  decades,  and  in  making  the  lo-ohm  decade 
usable  as  a  plug  decade,  or  permitting  connection  directly  to  the 

*  Por  convenience  the  foUowinc  Mooimt  of  the  usuftl  inethods  cn^^ 

The  coils  in  a  decade  -will  be  designated  as  1, 3,  .  .  .  8, 0,  x;  so  that  9  denotes  the  stun  of  the  first  nine 
l-ohjn  coils  and  x  denotes  the  stun  of  the  ten  l-ohjn  ooib,  and  silnilarty  0.x  denotes  tbtt  sum  of  the  ten 
0.1-ohjn  coils. 

The  calibration  consists  of  the  following  steiM: 

1.  Adjust  the  ratio  coils  to  equality. 

2.  If  a  10-ohjn  standard  is  used,  measure  this  standard  (preferably  by  using  a  commutator)  in  terms  of 
the  X  coils,  just  as  a  resistance  thermometer  would  be  measured.  Prom  this  a  relation  r*10+A  inter- 
national ohms  is  obtained. 

3.  Connect  an  external  resistance  variable  by  steps  of  1  ohm.  or  preferably,  0.1  ohm  to  the  bridge  as  for 
a  resistance  measurement. 

4.  Measure  a  resistance  of  approximately  1  ohm.  first  irith  li.  and  then  with  0.x  in  the  variable  arm 
of  the  bridge,  balance  in  each  case  being  obtained  by  using  the  lower  decades  of  the  bridge. 

&  Measure  a  resistance  of  approximately  3  ohms,  first  with  li+ltand  then  with  li+0jc  in  the  varftbk 
arm,  and  contitiue  this  process  up  to  10  ohms. 

From  the  observations  under  (4)  and  (6)  the  following  equations  are  obtained: 
li+ai-0.x+6i.  etc.,  to  lx+ar-0jc+6s. 
a  and  b  being  the  readings  of  the  lower  decades  of  the  bridge  necessary  to  obtain  balance. 

Adding  the  above  equations  gives 

ac+2a-10(OjcJ+Z6 
whence 

0.x-l+0.1(A+Z(a-6))  faitcmational6hms-l+*. 

Returning  to  the  original  equations  we  obtain 

li-l+i+fti-oi,  etc.,  to  l«-l+»+6,-o,. 

Finally  the  values  so  obtained  are  combined  to  give 

l-li;  2-li+l»,  etc,  to  x-li+l»+ 1,. 

A  partial  check  on  the  arithmetical  work  is  afforded  by  the  fact  that  the  value  for  x  aa  finally  obtained 
must  be  equal  to  10+ A  ohms. 

The  calibration  of  the  0.1-ofam  decade  proceeds  in  the  same  way,  the  value  of  0  jc  having  already  been 
obtained. 

It  is  desirable  to  carry  the  observations  and  computations  to  one  or  two  decimal  places  further  than  the 
number  to  be  retained,  to  avoid  the  effect  of  the  accumulation  of  errors  which  occurs  in  adding  the  values 
for  the  separate  coils. 

Since  resistances  variable  by  suffidently  small  steps  are  not  available  for  calibrating  the  lower  decades, 
a  slide  wire  may  be  used  in  the  manner  described  in  this  Bulletin  (11,  p.  586, 1916).  No  elaborate  arrar  je- 
ment  is  required,  a  manganin  wire  about  15  cm  long  and  1  mm  in  diamftn'  fastened  at  the  ends  and  pro- 
vided with  a  movable  dip  for  the  battery  connection  being  all  that  is  required.  The  last  decade  is  tested 
by  means  of  galvanometer  deflections. 

As  the  relative  accuracy  required  in  the  0.01  ohm  and  lower  decades  is  not  high,  calibration  of  these 
decades  would  be  necessary  only  at  intervals  of  several  3rean. 
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coils  through  binding  posts.  The  scheme  of  connections  is  essen- 
tially that  of  Fig.  4.  A  plan  of  this  bridge  differing  very  slightly 
from  the  one  actually  constructed  is  shown  in  Fig.  5.  Mercury 
contacts  could  be  substituted  for  the  plug  contacts  without  change 
of  arrangement.  An  arrangement  is  provided  for  interchanging 
the  ratio  coils  which  can  be  used  to  adjust  these  coils  to  equality 
by  means  of  the  slide-wire.  This  adjustment  may  be  made  as 
follows:  By  connecting  the  post  marked  T'  with  one  of  the 
C  posts — ^for  example,  C  40,  and  connecting  /c  to  C  20 — the  first 
two  of  the  lo-ohm  coils  may  be  balanced  against  the  second  two. 
Then  on  shifting  the  switches  of  the  i-ohm  and  o.i-ohm  decades 
from  the  zero  positions  to  /?,  the  ratio  coils  are  interchanged  and 
the  bridge  balance  will  be  distiu-bed  unless  the  two  are  equal.  If 
the  coils  are  not  equal,  adjustment  may  be  made  by  means  of  the 
slide-wire  tmtil  no  change  in  balance  is  noted  on  interchanging  the 
ratio  coils.  A  special  stop  with  a  release  ordinarily  prevents 
moving  the  switchs  to  the  positions  R. 

The  three  keys  are  connected  in  the  battery  circuit  and  so 
arranged  that  the  key  E  closes  the  circuit  through  an  external 
resistance  connected  between  the  posts  marked  jE,  the  100  000  key 
closes  the  circuit  through  100  000  ohms  and  the  0  key,  through 
no  added  resistance. 

5.  BRIDGE  WITHOUT  TBMPBRATURB  CONTROL 

The  bridges  so  far  described  are  designed  for  work  of  very  high 
precision,  and  thermostatic  control  of  the  temperature  is  practi- 
cally necessary  to  secure  the  accuracy  for  which  the  bridges  were 
designed.  In  a  large  number  of  instances,  however,  a  lower  d^jree 
of  precision  is  permissible.  A  bridge  has  recently  been  designed 
for  meastu-ements  of  such  accuracy  as  is  attainable  without 
thermostatic  control  of  coil  temperature.  With  manganin  coils 
of  the  average  grade,  measm-ements  can  be  made  to  about  i  part 
in  25  000  if  the  coil  temperatures  are  known  within  i®  or  2®,  and 
the  indications  of  a  mercury  thermometer  with  its  bulb  near  the 
coils  should  give  the  coil  temperatures  within  this  limit.  The 
bridge,  which  is  designed  largely  for  use  with  thermometers 
having  a  fundamental  interval  of  i  ohm,  has  four  dial  decades, 
the  arrangement  of  the  i  -ohm  and  o.  i  -ohm  decades  being  similar  to 
those  in  the  bridges  already  described,  while  the  o.oi  and  o.ooi- 
ohm  decades  are  secured  by  the  use  of  shunts.  There  are  also 
three  lo-ohm  coils  connected  to  binding  posts,  so  that  the  bridge 
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has  a  range  up  to  about  40  ohms,  the  smallest  step  being  o.ooi- 
ohm,  and  by  utilizing  galvanometer  deflections  readings  to  o.oooi 
ohm  may  be  made. 

A  bridge  of  this  type  has  been  made  for  the  Bureau  by  the  Leeds 
&  Northrup  Co.  A  photograph  of  it  is  shown  in  Fig  2.  It  has 
the  advantages  of  compactness,  portability,  and  simplicity.  It 
will  be  necessary  in  some  uses  of  the  bridge  to  take  into  accotmt 
the  temperattu'e  coeflBcients  of  the  coils  in  making  calculations. 

The  possibilities  of  such  a  bridge  may  be  seen  from  the  following: 
An  accuracy  of  i  in  25  000  in  resistance  measurement  corresponds 
to  an  accuracy  of  o?oo2  at  -190®,  about  o?oi  at  room  temperatures, 
about  o?03  at  500®,  and  about  o?05  at  1000®. 

By  adding  another  decade  giving  steps  of  0.0001  ohm,  this  bridge 
would  also  be  made  suitable  for  calorimetric  measurements  of  high 
precision,  when  used  with  a  calorimetric  thermometer  of  lo-ohms 
fundamental  interval.  In  such  measurements  the  actual  tem- 
perature of  the  coils  is  not  of  importance,  but  it  is  very  essential 
that  the  temperature  remain  constant  at  least  to  o.i®  during  the 
short  time  required  for  an  experiment. 

A  five-dial  bridge  of  this  type,  which  has  essentially  the  arrange- 
ment shown  in  Fig.  4,  has  been  made  for  the  Bureau  by  the 
Leeds  &  Northrup  Co. 

A  resistance  thermometer  having  a  fundamental  interval  of  i 
ohm  is  best  adapted  for  use  with  a  bridge  of  this  type  over  a  wide 
range  of  temperature,  since  the  lo-ohm  decade  is  not  required,  and 
the  resistance  is  sufficiently  high,  especially  if  the  potential  terminal 
type  is  used  (see  below)  to  permit  readings  to  the  accuracy  stated 
above. 

6.  MEASURBMBNT  OP  POTENTIAL  TERMINAL  RBSISTANCBS 

The  advantages  of  thermometers  with  potential  terminals  over 
those  which  depend  upon  a  compensating  method  for  eliminating 
lead  resistances  are  too  obvious  to  require  discussion.  The  resist- 
ances of  such  thermometers  may  be  measured  with  the  bridges 
described  in  this  paper  by  the  method  illustrated  with  reference 
to  Fig.  6a.  If  fi  and  r,  are  the  equal  ratio  arms  and  the  bridge 
is  balanced,  the  following  relation  holds 

Ri-hC=X-hT, 
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This  method  can  not  be  used  with  a  slide-wire  bridge  of  the 
Callendar-Grifl&ths  type. 

In  practice  the  interchange  described  is  effected  by  the  use  of  a 
mercury  commutator,  as  shown  in  Fig.  66.  The  use  of  such  a 
commutator  involves  the  introduction  of  connecting  resistances 
a  and  6.  It  i3  evident,  however,  that  if  two  resistances  be  meas- 
lured  successively,  the  difference  between  these  resistances  will  be 
determined  correctly,  as  the  difference  of  the  two  values  foimd. 
One  of  the  two  resistances  may  be  equal  to  zero.    The  points  of 


a  b 

Fio.  6. — Diagrams  to  illustrate  method  of  measuring  a  potential  terminal  resistance  with 

the  Wheatstone  bridge 

the  commutator  to  which  C  and  T  are  connected  are  therefore  also 
connected  to  contact  blocks,  which  may  be  short-circuited  by  a 
plug,  the  battery  connection  being  also  made  to  the  plug  at  the 
same  time.  Since  in  this  case  the  two  potential  terminals  coincide, 
the  resistance  so  measured  must  be  equal  to  zero.  Consequently, 
the  difference  between  the  bridge  reading  obtained  in  this  way 
(zero  balance)  and  the  reading  obtained  in  measuring  the  resistance 
of  the  thermometer  will  be  the  resistance  of  the  latter. 

It  should  be  noted  that  the  value  obtained  for  the  resistance  of 
the  thermometer  is  independent  of  the  connections  a  and  6,  and 
also  independent  of  the  resistance  of  the  plug.  It  will,  however, 
be  affected  by  variations  in  the  mercury  contacts  of  the  commu- 
tator. 
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The  method  described  above  was  used  by  H.  C.  Dickinson  and 
the  writer  in  1911,  and  has  akeady  been  described  by  F.  E.  Smith  • 
and  by  D,  R.  Harper,  3d%^  A  method  of  measining  the  resistance 
of  a  f oiur-terminal  conductor  by  a  simple  bridge  method  using  a 
commutator  hiad  previously  been  described  by  Edwards.' 

In  Fig.  7  is  shown  the  plan  of  a  commutator  with  the  necessary 
binding  posts,  etc.,  for  making  the  connections  to  the  bridge  and 
to  the  thermometer.  With  the  commutator  in  the  normal  {N) 
position  the  connections  are  those  of  Fig.  6a.     For  determining 


Fig.  y.'-Plan  of  commutator.    (Scale  full  site. ) 

the  **  zero  balance,"  the  commutator  is  used  in  the  positions  "  NZ  " 
and  '*RZ.**  It  is  desirable  to  have  the  connecting  resistances  so 
adjusted  that  the  bridge  balances  for  *  WZ  "  and  ''RZ  "  are  practi- 
cally identical  and  the  same  as  the  balances  obtained  when  a  zero 
resistance  is  connected  to  the  binding  posts  to  which  the  ther- 
mometer is  to  be  connected. 

7.  OTTERCHANOER  FOR  CONBECTmO  SEVERAL  THERMOMBTBRS 
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done  without  the  necessity  of  connecting  and  disconnecting  the 
thennometers  by  means  of  *  the  arrangement  shown  in  Fig.  8, 
which  is  arranged  for  four  thermometers, 
of  which  those  notinuseareshort-drcuited 
by  the  mercmy  contact  links.  A  separate 
switch  makes  the  appropriate  battery  con- 
nections. Such  a  set  of  contact  blocksmay 
obviously  be  employed  in  connection  wilii 
a  conunutator  as  described  above.  Fig. 
9  shows  the  plan  of  an  interchanger  of 
this  kind  which  is  arranged  to  take  four 
thermometers.  The  5-point  switch  makes 
the  necessary  battery  connections,  the 
zero  position  giving  the  correct  connec- 
tions for  the  "  zero  balance."  The  inside 
row  of  binding  posts  and  the  switch  are 
mounted  above  the  level  of  the  top,  on 
hard-rubber  blocks.  The  connecting  re- 
sistances should  be  adjusted  as  for  the  simple  conunutator  described 
above.    With  such  an  arrangement  it  i^  possible  to  measure  in 
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Fio.  8. — Bridge  diagram  to  «T- 
lustraU  method  of  connecting 
several  thermometers 
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Fio.  9. — Plan  of  comnMUaior  and  interchanger  for  four  thermometers.    {Scale  half  naf.) 

rapid  succession  with  a  single  bridge,  and  without  changing  any 
connections,  thermometers  of  the  Callendar  compensated  type,  the 
Siemens  type,  and  the  potential-terminal  tjrpe. 
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The  notation  used  in  this  paper  is  applicable  to  either  the  Cal- 
lendar  compensated  type  of  thermometers,  the  Siemens  type,  or 
the  potential-terminal  type.  The  terminals  of  the  bridge,  the 
conunutators,  and  of  the  thermometers  are  marked  as  shown  in 
Fig.  ID. 

It  is  obvious  that  the  potential-terminal  thermometer  should 
not  be  connected  directly  to  the  bridge.  The  Callendar  or  Sie- 
mens type  thermometers  are  connected  directly  to  the  bridge, 
connecting  terminals  with  the  same  marking.  Thermometers  of 
thesci  types  may  also  be  connected  to  the  conunutator  and  meas- 
ured when  the  conunutator  is  in  the  normal  (N)  position.  If  a 
thermometer  of  the  Callendar  type  is  coimected  to  the  commu- 


COnnoct  To  8r*dqc 
C      cf         T 


CctT        CeT 


CctT 
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CctT 

Connect  to  Thermometer. 


Fto.  lo. — Diagrams  id  illustrate  notation 
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tator,  both  the  c  and  t  leads  must  be  connected  to  the  point  c  of 
the  commutator.  It  is  preferable  to  mark  the  two  "  C  "  leads  of 
a  Callendar  thermometer  alike  and  also  the  two  "  T  "  leads.  If 
this  is  done  the  marking  of  the  leads  will  serve  to  distinguish 
between  a  thermometer  of  the  Callendar  type  and  one  of  the 
potential  terminal  type. 

A  potential  terminal  thermometer  may  evidently  be  used  in 
the  Siemens  bridge  as  a  three-lead  compensated  thermometer  and 
eight  different  combinations,  of  which  four  are  independent,  may 
be  made  with  the  four  leads.  It  is  often  desirable  to  be  able  to 
use  a  thermometer  either  as  a  three-lead  or  as  a  potential  terminal 
resistance.  For  example,  in  calorimetric  measurements,  the  use 
of  the  commutator  would  prove  inconvenient,  and  it  is  improbable 
that  the  acciu'acy  attained  cotdd  be  increased  in  this  way.    To 
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avoid  ambiguities  the  resistance  of  the  thermometer  when  used 
in  the  Siemens  bridge  is  defined  as  the  combination 

X+T-C 

This  requires  the  use  of  the  lead  marked  c  as  the  third  lead.  If 
this  thermometer  is  used  with  a  commutator  adjusted  as  pre- 
viously described,  the  data  obtained  with  the  commutator  in  the 
normal  (iV)  position  will  be  appUcable  to  the  three-lead  ther- 
moipeter,  while  the  complete  data  (commutator  'W*  and  "/?") 
will  be  applicable  to  the  potential  terminal  thermometer,  and  a 
separate  calibration  of  the  three-lead  thermometer  is  not  necessary. 

9.  SUMMARY 

A  type  of  Wheatstone  bridge  suitable  for  use  in  resistance  ther- 
mometry is  described,  in  which  plugs  or  dial  switches  are  used 
and  the  circuits  so  arranged  that  the  errors  due  to  contact  resist- 
ances are  no  greater  than  with  the  mercury  contact  bridges  here- 
tofore, used.  The  application  of  these  bridges  to  the  measure- 
ment of  resistances  with  potential  terminals  ds  described.  A  con- 
venient interchanger  by  means  of  which  several  thermometers 
may  be  successively  measured  with  one  bridge  is  also  described. 

The  methods  described  in  this  paper  have  been  gradually  devel- 
oped to  meet  the  demands  of  the  Bureau's  work  in  resistance 
thermometry  and  represent  therefore  the  joint  work  of  numerous 
members  of  the  Bureau  staflF.  A  number  of  the  arrangements 
used  were  suggested  by  Dr.  Dickinson  and  Dr.  Wenn^r  of  the 
Bureau. 

Washington,  May  20,  191 6. 
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THE  DAMPING  OF  WAVES  AND  OTHER  DISTURB- 
ANCES  IN  MERCURY 


By  M.  R  Sdllman,  Assistant  Physicist 


In  connection  with  some  work  on  the  adjustment  of  merciny 
surfaces,  done  by  the  writer  some  time  ago/  considerable  difficulty 
was- experienced  by  reason  of  the  small  waves  that  formed  on  the 
surface  of  the  mercury  as  a  result  of  the  trembling  of  the  support 
of  the  vessel  containing  the  mercury.  The  present  paper  describes 
a  method  by  which  such  disturbances  of  a  mercury  surface,  as  well 
as  larger  disturbances  of  the  mercury  as  a  whole,  can  be  partially 
or  wholly  eliminated. 

This  method  consists  in  subjecting  the  mercury  to  a  strong 
magnetic  field,  the  direction  of  the  field  being  approximately  at 
right  angles  to  the  direction  of  motion  or  of  impending  motion  of 
some  portion  of  the  mercury.  The  motion  of  the  mercury  across 
the  magnetic  lines  of  force  tends  to  produce  on  electric  current, 
the  reaction  of  which  with  the  lines  of  -force  tends  to  stop  the 
motion  of  the  mercury. 

Let  /  =  the  effective  length  of  an  element  of  mercury  which 
is  cutting  the  magnetic  lines  of  force  at  right  angles 
ilnd  the  axis  of  which  is  at  right  angles  to  the  lines 
of  force. 
V  =  the  velocity  of  the  element  of  mercury  in  a  direction 
at  right  angles  to  the  lines  of  force  and  to  the 
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E-the  electromotive  force  produced  in  the  element  by 
the  motion  of  the  mercury  relative  to  the  Unes  of 
force, 
/-the  electric  cxurent  produced  in  the  element  by  this 

electromotive  force. 
/?-the  electrical  resistance  of  the  elementary  circuit 
^  » the  nimiber  of  lines  of  force  linked  with  the  elemen- 
tary circuit. 
B  »the  flux  density;  that  is,  the  number  of  Unes  of  force 
per  tmit  area  taken  perpendicular  to  the  direction 
of  the  lines  of  force. 
/ — the  electromagnetic  damping  force  on  the  element  of 
mercury  per  unit  length. 
Now      /=/B 

/--^andE-^ 

But    ^"IvB 

So  that /-^^ 
IvB' 

A  constant  K  is  placed  before  the  second  member  of  this  equation 
to  indicate  that  the  numerical  value  is  dependent  upon  the  tmits 
used.     The  equation  is  then  written 

3  * 


■t-'C^ 


If  /  is  expressed  in  dynes,  /  in  centimeters,  v  in  centimeters  per 
second,  B  in  gausses,  and  R  in  ohms,  K  will  be  io~*,  so  that 

The  total  damping  force,  F,  is  then  the  stun  of  the  damping 
forces  on  all  of  the  elements ;  that  is, 

This  clearly  indicates  the  methods  by  which  the  damping  can 
be  varied. 
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In  order  to  determine  the  effectiveness  of  the  method,  the  experi- 
ments described  below  were  performed.  Mercury  to  a  depth  of 
about  I  cm  was  placed  in  a  glass  dish  which  had  a  diameter  of 
43  mm  and  this  was  then  placed  between  the  poles  of  an  electro- 
magnet,  Fig.  i.  The  field  of  this  magnet  was  horizontal  and  its 
intensity  was  varied  between  2500  and  10  000  gausses  during  the 
experiments.  It  was  found  that  if  the  mercury  were  violently 
agitated  as  a  whole  while  outside  of  the  magnetic  field  and  then 
brought  into  the  field,  the  motion  was  strongly  damped.  The 
magnitude  of  the  damping  in  a  field  of  given  strength  was,  as 
expected,  dependent  upon  the  direction  of  motion  of  the  mercury 
relative  to  the  direction  of  the  field.    Thus,  while  violent  oscilla- 

Topview 


N 


N 


Side  view 
Fio.  I. — Dtagram  cf  arrangement  of  apparatus 

tions  of  the  mercury  in  the  direction  CC  at  right  angles  to  the 
direction  of  the  field  persisted  for  a  short  time-nalthough  brought 
to  rest  much  sooner  tiian  they  were  outside  of  the  magnetic  field — 
oscillations  in  the  direction  DD,  parallel  to  the  field,  were  damped 
out  almost  instantly.  Keeping  the  mercury  in  the  field,  it  was 
found  to  be  very  difficult  to  produce  large  oscillations  in  the  direc- 
tion parallel  to  DD  when  the  field  strength  was  no  greater  than 
approximately  7000  gausses. 

It  is  of  some  interest  and  importance  to  consider  the  conditions 
that  are  responsible  for  the  differences  in  damping  of  the  oscilla- 
tions of  the  mercury  in  different  directions.  Fig.  2  represents  the 
conditions  existing  when  the  horizontal  oscillations  of  the  merciny 
are  at  right  angles  to  the  lines  of  force  of  the  field.    Fig.  3  repre- 
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sents  the  corresponding  conditions  when  the  direction  of  the  hori- 
zontal motion  is  parallel  to  the  direction  of  the  field. 

Considering  Fig.  2,  when  the  horizontal  motion  of  the  mercury 
as  a  whole  is  in  the  direction  shown  by  the  double  arrows,  an 


s 


N 


Fio.  2. — HoftMonial  motion  of  m4feufy  mi  righi  angUs  io  Untt  of  magnetic  forco 
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Sideyiew 
Fio.  3. — Horizontal  motion  of  mercury  in  direction  of  lines  of  magnetic  force 

Legend  for  fignres  2  and  3 
•iHi^  ,  DiiMtkni  0I  Diotfon  of  Um  OMCcoiy 
■  »     Dlreottoii  tf  tDdqcod  eml  et  caixmA 
^B     MwcBiy  fliiin 
^^     Mwcwy  tifflng 

0      Iiidiic«d  eml  or  conent  dlractod  upward  or  toward  obtwfor 
®      Indooed  eml  or  corrHit  directed  downward  fram  obeecier 

Upward-directed  emf  is  developed  ia  accordance  with  the  laws 
of  electromagnetic  induction  in  all  parts  of  the  mercury  so  moving; 
but  inasmuch  as  there  is  no  adequate  return  circuit  available, 
very  little  current  flows  and  therefore,  in  accordance  with  the 
formula,  there  is  very  little  damping.     In  addition  to  this  hori* 
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zontal  motion  of  the  mercury,  there  is  a  vertical  upward  motion 
at  the  far  side  (A)  of  the  vessel  and  a  corresponding  downward 
motion  at  the  near  side  (B).  This  produces  two  opposing  emf's, 
as  illustrated  in  Fig.  2,  so  that  also  by  this  last-mentioned  type 
of  motion  little  current  is  produced  and  consequently  the  damping 
is  small. 

In  F^.  3,  which  illustrates  the  conditions  existing  when  the 
horizontal  motion  of  the  mercury  is  parallel  to  the  lines  of  force 
of  the  field,  it  is  evident  that  no  emf  and  therefore  no  ctirrent  is 
produced  by  this  horizontal  motion.  But,  as  in  the  type  of  motion 
first  considered,  this  horizontal  motion  is  accompanied  by  a  rising 
of  the  mercury  on  one  side  of  the  vessel  and  a  corresponding 
falling  on  the  other  side.  These  movements  in  opposite  directions 
produce  emf's  in  opposite  directions,  but  instead  of  opposing, 
these  reinforce  each  other  and  hence  produce  a  current  as  illus- 
trated in  the  figure. 

The  fact  brought  out  in  the  above  discussion,  namely,  that  an 
electric  current  of  an  effective  magnitude  in  the  mercury  is  often 
prevented  by  opposing  electromotive  forces  or  lack  of  a  return 
circuit  of  low  resistance,  suggested  that  if  the  containing  vessel 
were  of  some  nonmagnetic  metal  of  low  resistance  instead  of  the 
electrically  nonconducting  glass,  and  if  the  mercury  were  in  good 
electrical  contact  with  the  metal,  much  greater  damping  might  be 
expected  to  occur,  especially  of  those  oscillations  which  involve  a 
horizontal  movement  of  the  mercury  across  the  lines  of  force. 
Accordingly,  a  brass  vessel  was  constructed,  its  interior  having 
the  same  dimensions  as  that  of  the  glass  vessel  and  having  walls 
about  5  mm  thick.  This  was  stq)plied  with  the  same  quantity  of 
mercury  as  that  contained  by  the  glass  vessel  and  then  the  oscil- 
lations of  the  mercury  in  the  two  vessels  were  compared,  both 
inside  and  outside  of  the  magnetic  field.  As  was  to  be  expected, 
the  motion  of  the  mercury  in  the  two  vessels  when  the  magnetic 
field  was  not  present  was  practically  the  same.  When,  however, 
the  magnetic  field  was  present  the  effectiveness  of  the  metallic 
container  in  comparison  with  the  glass  container  in  aiding  the 
magnetic  damping  of  the  mercury  was  very  marked.  This  ad- 
vantage was  especially  evident  when  the  horizontal  motion  of  the 
mercury  was  perpendicular  to  the  direction  of  the  magnetic  field, 
the  time  taken  to  completely  damp  the  oscillations  being  only  a 
small  fraction  of  that  required  when  the  glass  vessel  was  emploj^d. 

For  continued  use  a  plain  brass  vessel  would  of  course  not  be 
satisfactory  because  of  the  tendency  of  brass  and  mercury  to 
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amalgamate.  A  nickel-plated  copper  or  brass  vessel  would  proba- 
bly be  very  successftil,  combining  resistance  to  amalgamation  with 
low  electrical  resistance.  When  a  glass  containing  vessel  must 
be  used,  a  nonmagnetic  wire  netting  of  low  electrical  resistance 
and  not  easily  amalgamated  might  be  submerged  just  bebw  the 
surface  of  the  mercury.  This  would  aid  the  magnetic  field  in 
damping  the  oscillations  by  providing  the  induced  electric  cur- 
rents with  a  return  path  of  high  conductivity,  and  it  would  also 
tend  to  damp  these  oscillations  mechanically. 

These  above-described  experiments  refer  to  the  damping  out  of 
the  relatively  large  oscillations  or  other  large  disturbances  in  a 
mass  of  mercury,  and  it  is  this  t3npe  of  disturbance  that  the  method 
is  particularly  effective  in  reducing  or  obviating,  since'  the  damp- 
ing is  directly  proportional  to  the  velocity  of  the  mercury.  How- 
ever, the  writer  has  also  found  that  the  smaller  ripples  on  the 
mercury  surface  may  also  be  strongly  damped  by  the  use  of  the 
magnetic  field.  In  these  experiments  it  was  found  that  even  by 
the  use  of  the  parallel  transverse  magnetic  field  used  in  the  previ- 
ously described  experiments — a,  type  of  field  not  especially  well 
adapted  to  this  purpose — ^the  ripples  were  damped  out  in  less 
than  one-half  of  the  time  required  for  them  to  subside  unaided. 
By  carefully  designing  the  mercury  container  and  the  magnetic 
field,  making  use  of  the  facts  expressed  in  the  equation,  the  damp- 
ing of  these  waves  could  be  much  increased. 

Attention  should  be  called  to  the  fact  that  it  is  not  always  neces- 
sary to  expose  the  entire  surface  of  the  mercury  to  the  magnetic 
field  in  order  to  secure  this  damping  effect  on  the  ripples;  but, 
since  the  damping  force  varies  as  the  square  of  the  field  strength, 
it  would  in  many  instances  be  more  economical  to  make  the  field 
strength  large  and  to  limit  its  operation  to  a  comparatively  small 
area  at  that  portion  of  the  system  where  the  mercury  motion  and 
the  electrical  conductivity  are  most  favorable  for  damping. 

While,  as  it  is  almost  uimecessary  to  state,  some  simpler  method 
than  above  described  may  generally  be  used  to  damp  out  the 
motion  in  a  mass  of  mercury,  it  is  very  probable  that  this  method 
used  by  itself  or  in  conjtmction  with  some  other  xnethod  will  fre- 
quently be  found  to  have  distinct  advantages.  It  is  suggested 
that  it  might  sometimes  be  used  when  accurate  adjustments  of 
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1.  NECESSITY  FOR  DEVELOPING  THE  INSTRUMENT 

In  the  work  of  testing  current  transformers  at  this  Bureau 
the  need  arose  for  a  variable  inductor/  to  have  a  range  of  varia- 
tion of  about  I  millihenry  and  to  carry  5  amperes  continuously. 
It  was  also  necessary  that  the  resistance  should  be  as  low  as 
practicable  consistent  with  reasonable  dimensions.  As  no  instru- 
ment meeting  the  requirements  was  on  the  market,  the  design 
of  an  apparatus  of  this  kind  was  undertaken. 

The  type  of  instrument  which  was  devised  as  a  result  of  this 
investigation  is  not  limited  in  its  application  to  the  work  of 
testing  current  transformers,  but  is  applicable  wherever  it  is 
necessary  to  vary  the  self -inductance  of  a  circuit  or  the  mutual 
inductance  between  two  circuits  while  keeping  the  resistance 
constant.  It  was  therefore  considered  desirable  to  give  a  descrip- 
tion of  the  apparatus  and  to  compare  its  performance  with  that 
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2.  EXISTING  INSTRUMENTS  AND  THEIR  LIMITATIONS 

The  first  commercial  variable  inductor  was  the  one  designed  by 
Ayrton  and  Perry,*  in  which  the  fixed  coil  and  the  moving  ccril 
are  each  woimd  as  belts  on  concentric  spherical  surfaces.  While 
this .  inductor  would  give  the  required  values  of  resistance  and 
inductance  if  woimd  with  wire  of  suitable  size,  it  has  the  draw- 
back of  being  non-astatic.  The  coils  inclose  a  large  area,  and 
when  current  flows  through  them  a  very  appreciable  magnetic 
field  is  set  up  which  may  affect  other  parts  of  the  circuit.  Con- 
versely, the  variation  of  magnetic  fields  set  up  by  other  parts  of 
the  circuit  will  induce  disturbing  electromotive  forces  in  the  coils. 
In  either  case  errors  of  appreciable  amoimt  may  arise  tmless  care 
is  taken  to  keep  individual  instruments  at  a  sufficient  distance 
apart. 
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Fio.  i,'—Cotl  of  Maxwell  propoHions for  maximum  time  constant 

Two  other  commercial  forms  were  available,  namely,  the 
Mansbridge,'  and  a  form  similar  to  it  in  external  appearance, 
originally  made  by  Nalder  Bros.  &  Co.  Each  of  these  instru- 
ments consisted  of  two  circular  plates  of  hard  rubber,  the  lower 
plate  containing  two  fixed  coils,  while  the  upper  plate,  containing 
two  similar  coils,  could  be  tiuned  about  a  central  pivot  carried 
by  the  lower  plate.    The  scale  divisions  of  the  Nalder  instru- 
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As  a  starting  point  in  the  new  design,  use  was  made  of  the  pro- 
portions given  by  Maxwell*  for  a  circular  coil  of  square  cross  sec- 
tion to  give  the  tnaximum  value  of  time  constant  for  a  given  mass 
of  wire.  Such  a  coil  is  shown  to  scale  in  Fig.  i.  Maxwell  stated 
that  for  tnayimiiTn  time  constant  the  mean  diameter  a  should  equal 
3.7  times  the  side  c  of  the  winding  cross  section.'  The  original 
idea  was  to  use  two  sets  of  interleaved*  coils,  each  set  when  in  the 
position  of  maximum  inductance  to  be  equivalent  to  a  single  coil 
of  the  Maxwell  proportions.    The  arrangement  is  shown  diagram- 


Fio.  a. — Sets  of  interleaved  coils  as  used  in  experimental  variable  inductor 

matically  in  Fig.  2,  where  Fi  and  F,  are  the  fixed  coils  of  the 
left-hand  group  and  Mi  the  moving  coil.  By  making  Mi  of  twice 
the  axial  thickness  of  either  fixed  coil,  so  that  it  contained  as  many 
tiuns  as  Ft  and  F,  together,  the  inductance  of  the  group  with  Mi 
opposing  the  fixed  coils  has  as  low  a  value  as  can  be  obtained, 
except  by  subdivision  of  the  group  into  five,  seven,  nine,  etc.,  sec- 
tions. While  this  ftuther  subdivision  is  possible,  it  was  thought 
best  for  mechanical  considerations  to  limit  the  nimiber  of  coils  in 
each  group  to  three. 

^MoKwdl.  Blectridty  snd  Magnetism,  3d  cd.,  2.  pp.  345-346. 

*It  has  recently  been  shown  that  for  nuadmum  time  oonstant  the  mean  diameter  a  should  be  three  times 
the  side  c    See  paper  by  Shawcross  and  Wells,  Electrician,  76,  p.  64;  19x5. 

*  This  interlcavine  of  the  coils  was  felt  from  the  start  to  be  an  important  feature  for  reasons  gircB  OOP  579 
In  the  discusskm  of  the  Nalder  and  the  Mansbridge  inductors. 
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4.  SCALE  LAW  OF  CIRCULAR  COILS 

As  there  was  reason  to  fear  that  the  scale  law  of  such  a  variable 
inductor  might  not  be  satisfactory,  a  wooden  frame  canying  two 
such  sets  of  coils  was  constructed  to  test  this  point  experimentally, 
since  to  do  so  by  mathematical  analysis  would  be  very  difficult^ 
The  apparatus  is  shown  in  Fig.  3  and  the  ciuve  A  in  Fig,  4  shows 
the  maqner  of  variation  of  the  inductance  when  the  moving  coils 
are  tiuned  through  180®.  It  will  be  seen  that  at  two  angular 
positions  the  rate  of  change  of  the  inductance  is  zero,  and  hence  in 
the  vicinity  of  these  points  no  scale  divisions  can  be  placed.  Also, 
between  the  positions  75®  and  no®  the  inductance  decreases  with 
increasing  angle,  while  over  the  rest  of  the  range  the  reverse  is 
true.  The  scale  of  such  an  instrument  would  therefore  not  be 
figured  between,  say,  60^  and  120®,  and  its  use  would  be  very 
inconvenient,  especially  when  malang  settings  in  balance  methods 
without  looking  at  the  scale. 

Experiments  were  made  with  the  two  groups  of  circular  coils 
at  different  distances  apart.  It  was  foimd  that  when  the  two 
groups  were  brought  almost  into  contact  a  much  better  scale 
law  was  obtained.  However,  such  an  arrangement  leaves  no 
room  for  the  shaft  about  which  the  coils  must  rotate,  and  further 
improvement  was  sought  by  modifying  the  form  of  the  coils. 

5.  SCALE  LAW  OF  LINK-SHAPED  COILS 

It  was  very  desirable  to  secure  a  imiform  scale,  while  keeping 
each  group  of  coils  as  close  to  the  Maxwell  proportions  as  possible. 
By  empirical  reasoning  the  cause  of  the  unfavorable  part  of 
curve  i4.  Fig.  4,  was  ascertained,  and  the  conclusion  was  reached 
that  the  defect  might  be  eliminated  by  elongating  the  coils  into 
an  approximately  elliptical  form  with  the  longer  axes  perpendicular 
to  the  line  joining  the  centers  of  the  two  coil  groups.  Trial 
with  a  rough  model  gave  encoiu-aging  results.  The  new  curve 
did  not  show  the  undesirable  maTrimum  and  minimum  of  curve.  i4. 
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between  the  longer  axes  of  the  coil  and  the  line  joining  the  centers 
of  the  coil  groups  were  each  varied  separately,  a  curve  being 
determined  for  each  case.  While  several  arrangements  were 
fotmd  which  would  give  scales  as  uniform  as  those  of  other 
variable  inductors  in  use,  the  advantages'  of  a  linear  scale  (one 
having  divisions  of  uniform  length)  are  so  great  that  the  work 
was  continued  imtil  a  compact  arrangement  of  coils  of  simple 
geometric  form  and  high  time  constant  was  determined  which  gave 
this  result,  as  closely  as  physical  limitations  seem  to  permit.  In 
the  course  of  this  work  valuable  suggestions  were  received  from 
Dr.  F.  W.  Grover  and  Dr.  H.  L.  Curtis. 


Fio.  $. — Plan  of  Unh<hap0d  groups  of  coils 

The  arrangement  is  shown  in  plan  in  Pig.  5.  The  link-shaped 
coil  groups  nmy  be  thought  of  as  made  by  cutting  the  circular 
coil  groups  in  halves  by  a  plane  at  right  angles  to  the  plane  of 
the  coils,  separating  the  two  halves  by  a  distance  d,  and  then 
joining  the  cut  surfaces  by  straight  portions  of  winding  to  com- 
plete the  link.    The  deptii  of  the  group,  perpendicular  to  the 
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Fig.  3. — Experimental  variable  inductor  with  circular  coils 
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between  the  centers  of  the  coil  groups.  The  relative  values 
were  determined  to  be  as  follows,  r  being  the  mean  radius  of 
the  circular  part  of  the  coil. 

c=o.78f 

(i=2.2f 

i?=?:2.26r 

From  these  relations  it  follows  that — 

ri=o.6ir 
f,=i.39r 

Referring  to  Fig.  4,  the  three  curves  G,  H,  and  /  show  the 
effect  of  a  variation  of  dimension  R  on  the  scale  law.  Curve  H 
is  for  the  normal  value  of  R  (=2.26r)  and  gives  a  linear  scale  over 
the  angular  range  of  30®  to  150®  movement  from  the  initial 


Fio.  6. — Cfhs'Sectional  view  of  variable  inductor 

position.  The  curve  must  become  horizontal  at  0°  and  180°,  and 
it  will  be  noted  that  the  change  of  slope  from  30°  to  0°  and  150® 
to  180°  is  gradual.  Ciu^e  G  shows  the  effect  of  increasing  R 
by  6  per  cent.  Since  the  length  of  a  scale  division  at  any  part 
of  the  curve  is  proportional  to  the  reciprocal  of  the  slope  of  the 
ciu-ve,  the  divisions  would  be  about  twice  as  large  at  the  90® 
position  as  over  the  range  from  30®  to  70®  or  from  no®  to  150®. 
A  similar  condition  exists  in  curve  /,  for  which  R  was  6  per  cent 
smaller  than  normal  value,  but  in  this  case  the  scale  divisions 
are  about  three-foiuiiis  as  long  at  90®  as  in  the  other  two  parts 
of  the  scale  above  mentioned. 

Curves  B  to  F  of  Fig.  4  are  given  for  comparison.     B  is  for 
a  Campbell  mutual  inductor  ,•  and  was  determined  from  measure- 
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ments  of  the  scale  of  the  instniment.  E  and  F  are  for  the  lower 
and  higher  ranges  of  a  Mansbridge  variable  inductor,  and  were 
plotted  from  a  facsimile  scale  given  in  a  circular  issued  by  the 
(American)  maker.  Cxu^es  C  and  D  are  for  variable  inductors 
of  Ayrton-Perry  form,  made  by  an  American  firm. 

6.  DESCRIPTION  OF  THE  NEW  mSTRUMENT 

.  Using  the  proportions  given  on  page  575,  a  variable  inductor 
was  constructed  by  Joseph  Ludewig,  of  the  instrument  shop  of 
this  Bureau.  Fig.  6  shows  a  cross  section  along  the  line  AA  of 
Fig.  5.  The  value  of  r ,  the  mean  radius  of  the  circular  part  of  the 
coils,  is  36.8  mm.  The  coils  are  motmted  in  three  hard-rubber 
disks,  of  which  the  iimer  one  is  provided  with  bronze  spindles 
which  turn  in  brass  bushings  in  the  upper  and  lower  plates  respec- 
tively. The  two  outer  disks  are  held  together  by  six  screws  and 
separating  pieces  and  form  the  body  of  the  instrument.  The 
diameter  of  these  disks  is  35.5  cm  (14  inches).  The  bronze 
spindles  of  the  movable  disk  also  serve  to  carry  current  to  and 
from  the  moving  coil.  Heavy  copper  spirals  protected  by  hard- 
rubber  caps  carry  the  current  to  the  spindles.  It  was  not  con- 
sidered feasible  to  carry  current  through  the  bearing,  as  a  variable 
and  imcertain  resistance  is  very  bad  in  the  secondary  circuit  of  a 
current  transformer  and  makes  serious  trouble  in  most  work  for 
which  a  variable  inductor  is  used.  Stops  are  provided  to  limit 
the  motion  of  the  inner  coil  to  180®. 

The  actual  ntmiber  of  turns  of  wire  is  shown  in  Fig.  6.  For 
example,  each  fixed  coil  is  woimd  in  nine  layers  of  two  turns  each. 
The  wire  is  stranded,  being  made  of  seven  insulated  copper 
wires  of  0.8  mm.  diameter  (No.  20  B.  &  S.  gage),  the  conductor- 
so  formed  having  a  cross-sectional  area  of  3.6  mm*.  The  design 
was  made  on  the  basis  of  a  range  of  variation  of  i.i  millihenrys. 
The  uniformity  of  the  scale  may  be  seen  from  Fig.  7,  which  shows 
the  iimer  disk  alone.  The  scale  is  figured  in  microhenrys,  each 
division  being  5  microhenrys.  The  useful  part  of  the  scale  is 
from  125  to  1225  microhenrys.  From  325  to  1025  microhenrys 
the  scale  is  uniformly  divided  to  within  the  limits  of  the  measure- 
nient  of  the  inductance.  It  is  not  possible  to  seciu-e  an  arrange- 
ment of  coils  which  will  give  a  uniform  scale  through  the  entire 
180®,  as  this  requires  either  that  the  fixed  coils  and  the  movable 
coils  would  have  to  coincide  at  o®  and  180®  or  each  coil  group 
would  have  to  contain  an  infinite  number  of  infinitely  thin  sections. 
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Fig.  7. — Inner  disk  of  variable  inductor,  about  \i  size 
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However,  it  will  be  noticed  that  below  325  and  above  1025  micro- 
henrys  the  length  of  the  scale  divisions  decreases  gradually  until 
the  points  150  and  n  75  are  reached.  There  are  no  points  within 
the  working  range  where  abrupt  change  of  scale  law  occurs,  and 
this  fact  assists  greatly  in  making  an  accurate  scale  and  in  inter- 
polating between  adjacent  scale  divisions. 

The  four  fixed  coils  are  connected  in  series  and  brought  out 
to  two  binding  posts,  and  the  two  movable  coils  in  series  to 
another  pair  of  binding  posts.  The  scale  is  figured  to  read  the 
self-inductance  with  all  the  coils  in  series.  By  using  *the  fixed 
coils  and  the  movable  coils  as  primary  and  secondary  the  instru- 
ment becomes  a  variable  mutual  inductor.  To  avoid  confusion, 
a  scale  for  reading  the  values  of  mutual  inductance  was  not  added. 
The  mutual  inductance  is  fotmd  **  by  subtracting  669  micro- 
henrys  from  the  reading  and  dividing  the  remainder  by  2.  A 
table  of  values, of  mutual  inductance  corresponding  to  readings 
on  the  self-inductance  scale  may  be  used. 

With  the  coils  in  series  the  resistance  is  0.35  ohm  and  the  time 
constant  for  maximum  inductance  setting  is  3.4  milliseconds." 
The  time  constant  of  the  'A)rrton-Perry  inductor,  which  occupies 
several  times  the  space  required  by  the  form  herein  described,  is 
about  4.5  milliseconds,  and  that  of  the  Mansbridge  is  1.6  milli- 
seconds. In  comparing  time  constants  of  diflFerent  types  of 
inductors,  it  should  be  remembered  that  a  fair  comparison  must 
take  into  account  the  relative  space  occupied  by  each  instnunent. 
The  time  constant  for  any  model  may  be  increased  by  increasing 
.  the  dimensions. 

The  complete  instnmient  is  shown  in  Fig.  8.  The  upper  fixed 
disk  is  cut  away  to  show  the  scale  and  has  a  fiducial  mark.  The 
instrument  has  been  in  use  for  several  years  and  has  been  satis- 
factory except  that  trouble  has  occurred  at  times  from  the  sticking 
of  the  moving  disk.  At  the  time  the  instrument  was  planned 
hard  rubber  was  known  to  be  liable  to  gradual  change  of  form, 

10  In  any  sadi  arrangement  of  two  sets  of  coils  whose  mutual  inductance  can  be  varied  by  diange  of 
relative  position, 

L^Li-^Lt±»Mit 

where  L  is  the  total  self-inductance.  Li  is  the  self-inductance  of  one  set  of  coils  alone.  Ls  that  of  the  other, 
and  Mit  the  mutual  inductance  of  one  set  on  the  other.  When  the  coils  are  so  placed  that  Af  is  is  zero. 
L-  Li-HL«— C  a  constant  for  the  given  apparatus.    Prom  this  it  follows  that  for  any  position  of  the  coils 

±3/ir-— 2"- 

"  This  vahie  would  be  greater  if  solid  wire  were  used,  as  would  be  the  case  for  smaller  wire  for  ordinary 
frequencies,  because  the  space  factor  of  the  stranded  conductor  is  low.  The  conductor  being  rather  large, 
it  was  thought  best  to  strand  it  as  a  precaution  against  change  of  inductance  with  frequency. 
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but  it  seemed  to  be  the  best  material  for  the  purpose  when  making 
a  single  instrument  by  machining  the  disks  to  shape.  The  use  cdf 
modem  molded  insulating  materials  gives  promise  of  satisfactory 
performance  in  this  respect.  Referring  to  Fig.  6,  the  connections 
are  such  that  the  two  sets  of  fixed  coils  have  opposite  magnetic 
polarities,  as  viewed  from  above,  and  the  two  moving  coils  also 
have  opposite  polarities.  This  astatic  construction  tends  to 
reduce  trouble  from  stray  magnetic  fields. 

7.  DESIGN  PROCEDURE 

In  the  design  of  the  windings  to  give  a  definite  maximum 
inductance  the  general  procedure  was  as  follows.  The  eflFect 
of  mutual  inductance  between  the  left-hand  group  of  coils  (Fig.  6) 
and  the  right-hand  group  contributes  3  per  cent  to  the  total  self- 
inductance  of  all  the  coils  in  the  position  for  maximum  inductance, 
but  this  may  be  neglected  and  each  group  be  computed  to  give 
one-half  of  the  maximum  value  of  self -inductance  required.  Each 
group  is  considered  as  a  coil  of  square  cross  section  which  may 
be  imagined  as  having  been  originally  wound  as  a  circular  coil  and 
then  flattened  into  the  link  form.  For  design  purposes,  where  an 
accuracy  of  i  or  2  per  cent  suffices,  it  may  be  stated  that  the 
inductance  of  the  link-shaped  coil  will  bear  the  same  ratio  to  the 
inductance  of  the  circxilar  coil  as  the  area  inclosed  by  the  mean 
turn  of  the  link-shaped  coil  bears  to  the  area  inclosed  by  the  mean 
turn  of  the  circular  coil."  The  inductance  of  the  circular  coil  is 
conveniently  calculated  with  sufficient  accuracy  by  Maxwell's 
approximate  formula." 

However,  a  simpler  design  procedure  may  now  be  based  on  the 
observed  performance  of  the  instrument  here  described,  and  from 
its  constants  new  values  of  dimensions  and  of  number  of  turns  of 
wire  may  be  computed  to  meet  any  given  requirements.  First, 
the  time  constant  may  require  to  be  changed.  This  may  be 
accomplished  by  changing  all  the  dimensions,  while  keeping  the 
same  proportions.    The  factor  tn,  by  which  all  the  dimensions 

^  t  -   - i-Lf-t^-j t_ _  £ ]  £ i.1 . i^xi^—  ^t.^^  r^^—  ^^1« 
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of  the  original  set"  This  value  of  inductance  will  not  be  what 
is  wanted,  in  general,  and  the  size  of  the  wire  to  be  used  "  to 
give  the  desired  inductance  may  be  found  from  the  relation  that 
for  a  coil  occupjdng  a  given  space  the  inductance  varies  directly 
as  the  square  of  the  number  of  tiuns  of  wire  in  the  coil. 

It  is  a  good  plan  to  check  the  computed  results  by  making  a 
temporary  wooden  form  in  which  can  be  wound  a  trial  coil  of  the 
computed  size  of  wire  occupying  the  same  space  as  the  three  coils 
composing  one-half  the  windings  of  the  instrument;  that  is,  two 
fixed  coils  with  the  moving  coil  between  them.  This  coil  should 
have,  an  inductance  equal  to  one-half  of  the  maximum  value  of 
inductance  desired  in  the  finished  instrument  at  the  upper  end  of 
the  range. 

8.  OTHER  mSTRUMENTS  OF  SIMILAR  FORM 

This  instrument  was  designed  and  constructed  about  five  years 
ago.  Since  then  a  number  of  similar  ones  have  come  to  our 
notice.  One  designed  by  Rendahl**  and  made  by  the  Gesell- 
schaft  fiir  drahtlose  Telegraphic  has  two  D-shaped  coils  in  a  cir- 
cular hard-rubber  plate  above  which  turns  a  similar  plate  and  set 
of  coils.  The  coils  were  wound  in  sections  so  that  the  range  may 
be  varied  by  changing  the  connections.  Very  similar  instnmients 
were  patented  by  Ferris  and  by  Einstein."  We  have  no  informa- 
tion concerning  the  scale  law  of  these  instruments  or  the  rela- 
tive dimensions  of  their  parts.  They  have  an  inherent  defect 
which  is  also  found  in  the  Nalder  "  and  Mansbridge  forms,  namely, 
that  a  slight  axial  displacement  of  the  disks  from  their  normal 
relative  position  will  appreciably  change  the  inductance.  Such  a 
displacenient  may  result  from  wear  or  loosening  of  the  bearing, 
or  from  change  of  form  of  the  disk.**  In  the  construction  described 
in  this  paper,  the  disljs  holding  the  two  sets  of  fixed  coils  are 
rigidly  connected.  A  slight  axial  displacement  of  the  movable 
disk  will  not  affect  the  inductance,  because  the  change  caused  by 
its  movement  away  from  one  fixed  disk  is  compensated  by  the 
change  caused  by  its  approach  toward  the  other. 

i<  This  assumes  that  the  number  of  turns  of  wire  is  not  altered.  If  aU  the  Htm^w^^ygfl  of  a  coil  are 
increased  to  m  times  their  original  value,  the  size  of  the  wire  remaining  unchanged,  the  inductano^ 
increases  to  m*  times  its  original  value. 

IB  The  wire  must  of  course  be  large  enough  to  carry  the  desired  current. 

i^Markau.  Die  Telephonic  ohne  Draht,  pp.  96-98;  19x3. 
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9.  DESIRABLE  FEATURES  IN  A  VARIABLE  mDUCTOR 

The  desirable  features  to  be  obtained  in  a  variable  inductor  are 
given  below,  on  the  assumption  that  the  instrument  is  used  to 
give  variable  self -inductance. 

1.  High  time  constant  (ratio  of  inductance  to  resistance)  for 
the  space  occupied  by  the  instrument.  This  should  be  based  on 
the  maximum  value  of  the  inductance  at  the  upper  end  of  the 
useful  part  of  the  scale  and  not  on  any  greater  value  which  is 
beyond  the  useful  part  of  the  scale. 

2.  Large  ratio  of  the  maximum  inductance  to  the  tnitiimum 
inductance.  Neither  of  these  values  must  be  outside  the  useful 
part  of  the  scale. 

3.  Astaticism. 

4.  Linear  scale. 

It  is  probable  that  the  instrument  herein  described  fulfills 
requirements  i  and  4  about  as  well  as  can  be  done.  Some  gain 
in  time  constant  may  be  possible  by  starting  with  coils  having 
Maxwell  proportions  as  corrected  by  Shawcross  and  Wells,**  since 
this  would  give  a  slightly  more  compact  coil  as  the  starting  point 
The  improvement  may.  not  be  great  enough  to  warrant  the  labor 
of  determining  by  trial  the  relative  dimensions  for  tiniform  scale, 
though  if  such  a  scale  is  possible,  the  labor  would  doubtless  be 
much  less  than  that  required  in  determining  the  proportions  given 
in  this  paper. 

Requirement  2  can  be  more  fully  met,  though  at  some  sacrifice 
of  I,  by  reducing  the  axial  thickness  of  the  coil.  Experiments 
were  nuule  with  coils  of  one-half  the  thickness  given  by  the  pro- 
portions of  page  575.  It  appeared  to  be  feasible  to  increase 
the  ratio  of  maximum  to  minimum  to  about  18  or  20,  but  this 
gain  is  offset  by  a  loss  of  about  40  per  cent  in  the  time  constant 

Requirement  3  could  be  more  fully  met*  by  a  design  using  four 
sets  of  coils  spaced  90®  apart  around  the  circular  disks,  but  this 
would  reduce  the  scale  to  one-half  its  present  length. 

It  is  therefore  believed  that  the  present  design  most  nearly 
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I.  INTRODUCTION 

'  The  remote  control  of  electrical  apparatus*  and  machinery 

has  an  extensive  technical  application,  but  the  range  and  pre- 
cision of  adjustment  required  in  a  great  deal  of  laboratory  work 
are  greater  than  are  provided  for  in  regular  commercial  equip- 
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I.  Scope. — ^The  range  and  scope  of  a  remote  control  system 
required  for  such  work  is  well  illustrated  in  testing  wattmeters 
or  watthour  meters  on  low  power  factor,  using  separate  sources 
for  current  and  voltage.  For  the  best  conditions  the  observer 
should  have  both  a  coarse  and  a  fine  control  of  frequency,  cur- 
rent, voltage,  and  power  factor.  If  a  test  of  the  standard  instru- 
ment on  direct  current  is  included,  two  other  controls  are  neces- 
sary for  the  direct  current  and  voltage.  To  accomplish  this 
without  the  use  of  some  system  of  remote  control  would  require , 
the  observer  to  have  access  to  at  least  10  rheostats,  5  for  fine  and 
5  for  coarse  adjustment,  as  well  as  to  some  phase  shifting  device. 

As  will  be  shown  in  4etail  later,  the  system  described  provides 
the  same  flexibility  of  control  by  the  use  of  a  single  multiple- 
lever  controller,  each  lever  giving  a  two-direction,  two-speed 
control  of  voltage,  frequency,  power  factor,  and  ciurent,  respec- 
tively. The  piupose  of  the  two  speeds  is  to  provide  coarse  and 
fine  adjustment.  The  controllers  may  be  used  in  connection  with 
any  one  of  five  motor-generator  sets,  each  of  which  has  three  or 
more  machines  on  the  same  shaft.  Provision  has  been  made  to 
extend  the  system  so  as  to  include  additional  machines.  The 
machines  are  all  small,  the  largest  having  a  capacity  of  but  25 
kilowatts. 

n.  CHOICE  OF  STSTEM 

There  are  various  arrangements  which  might  be  used  for  such  a 
system  of  remote  control,  and  it  may  be  well  to  mention  a  few 
of  the  considerations  which  led  to  the  adoption  of  the  system 
described. 

Most  of  the  disadvantages  which  are  mentioned  below  as  apply- 
ing to  the  various  possible  arrangements  could  be  overcome  by 
sufficient  complication  in  design,  but  such  detailed  considerations 
can  not  be  entered  into  here.  Only  a  general  outline  of  the  simpler 
of  the  possible  arrangements  will  be  attempted 

I.  Advantages ^)f  Using  a  Single  Rheostat. — ^Where  both  a  wide 
range  and  fine  steps  are  required  it  is  customary  to  use  two  rheo- 
stats, one  for  fine  and  one  for  coarse  adjustment.  While  this  gives 
a  wide  range  and  accuracy  of  adjustment  with  relatively  small 
rheostats,  the  wiring  is  considerably  more  complicated  than  in 
the  case  of  a  single  rheostat,  and  two  operating  motors  are  required. 
Moreover,  a  single  rheostat  is  more  convenient  to  operate  if  it  can 
be  arranged  to  give  the  necessary  range  and  accuracy  of  adjust- 
ment with  a  single  control  handle,  as  the  annoyance  of  having  to 
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continually  change  from  one  handle  to  another  is  obviated.  In 
using  two  rheostats  one  frequently  finds  that  he  has  reached  the 
limit  of  the  fine  adjustment,  and  so  has  to  change  to  the  coarse 
adjustment  and  back  again.  From  these  and  other  considera- 
tions it  was  decided  to  attempt  the  use  of  a  single  rheostat  with  a 
single  control  handle,  rather  than  one  rheostat  for  coarse  and  one 
for  fine  adjustment. 

2.  Methods  Available. — ^Por  the  accuracy  of  adjustment  and 
range  of  resistance  required  in  the  present  case  any  ordinary  slide- 
wire  device,  such  as  straight  bifilar  wires,  or  wires  on  the  edge  of  a 
disk^  was  entirely  out  of  the  question.  However,  fotn:  different 
methods  suggest  themselves  for  securing  the  necessary  range  of 
resistance  in  a  single  rheostat  suitable  for  motor  operation.  In 
each,  coarse  and  fine  adjustment  nmy  readily  be  secured  by  operat- 
ing the  motor  at  widely  different  spa^. 

(a)  Winding  resistance  wire  (or  tape)  on  a  long,  insulated  tube, 
contact  being  made  by  a  brush  moved  lengthwise  on  the  tube, 
similar  to  well-known  types  of  commercial  rheostats.  For  short 
rheostats  the  brush  may  be  driven  by  a  worm,  but  for  long  ones  it 
is  practically  necessary  to  operate  it  by  a  cord  passing  over  a  pul- 
ley driven  by  the  motor.  This  is  the  method  finally  adopted. 
(For  cross  section  of  rheostat,  see  Fig.  i .) 

(6)  Tape  or  wire  wound  helically  on  the  surface  of  a  cylinder,  the 
arrangement  being  such  that  the  brush  can  make  contact  with  any 
portion  of  the  entire  length  of  the  wire  or  tape.  Either  the  brush 
or  the  cylinder  may  be  rotated,  the  othier  being  stationary. 

(c)  Tape  or  wire  woimd  from  one  reel  to  another.  Contact  may 
be  made  by  special  brushes,  or  the  resistance  may  be  short-circuited 
as  it  is  wound  on  the  metal  reel,  as  is  done  in  the  Kelvin  type  of 
rheostat. 

(cO  A  tape  or  wire  arranged  in  the  form  of  a  flat  spiral,  the  contact 
brush  being  moved  along  the  conductor  by  a  rotating  arm.  Pro- 
vision would  have  to  be  made  for  motion  of  the  brush  radially  in 
and  out  on  the  arm.  « 

3.  Reasons  for  Choice. — ^The  first  method  was  chosen  because  it 
is  less  complicated  both  in  design  and  construction  and  generally 
better  adapted  to  the  ranges  of  current  and  resistance  required  for 
this  particular  installation  than  either  of  the  other  methods 
(resistance  range,  o  to  1060  ohms;  current  range,  o.i  to  17  am- 
peres). Self-cooling  is  more  effective  and  artificial  cooling  more 
easily  carried  out  than  in  either  of  the  other  methods.    The  con- 
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tact  is  distributed  over  several  turns  of  conductor  instead  of  being 
made  on  one  conductor  only.  In  cases  in  which  a  tapered  rheo- 
stat is  required  the  change  from  one  size  of  wire  to  another,  or 
from  wire  of  one  kind  of  alloy  to  that  of  another,  is  much  more 
easily  carried  out  in  this  method,  without  danger  of  trouble  with 
the  moving  contact  at  the  point  of  jimction. 

For  compactness,  tape  would  naturally  be  used  in  the  third 
method,  but  in  this  case  some  mechanical  complication  would  be 
necessary,  as  the  two  reels  could  not  be  directly  geared  together  on 
account  of  the  changing  diameter  of  the  reels  as  the  tape  is  wound 
on  and  off.  There  would  also  be  a  danger  of  the  conductor's 
breaking,  either  in  regular  use  or  in  becoming  accidentally  fouled 

The  fourth  method  was  out  of  the  question  in  the  present 
case,  since  to  keep  the  size  within  botmds  the  conductor  would 
have  to  be  too  thin  to  withstand  the  mechanical  strains.  A  minor 
objection  is  the  changing  curvattu-e  of  the  surface  on  which  contact 
is  made.  A  greater  length  of  conductor  is  also  necessary  than  in 
the  other  methods.  This  arises  from  the  fact  that  the  accuracy  of 
setting  depends  upon  the  angular  backlash,  and  since  the  outer 
turns  are  longer  than  inner  ones,  the  length  of  conductor  involved 
in  taking  up  a  given  angular  backlash  is  not  a  constant,  but  is  pro- 
portional to  the  radius.  Hence,  for  any  predetermined  law  of 
accuracy  of  setting,  a  greater  length  of  conductor  is  required  than 
would  be  necessary  if  all  the  turns  were  of  the  same  radius. 

For  larger  ciurents,  or  lower  voltage  circuits,  the  second  method 
would  probably  be  preferable,  as  the  first  method  does  not  lend 
itself  as  readily  to  the  use  of  larger  conductors,  especially  when 
accuracy  of  setting  is  of  importance. 

The  method  chosen  (a)  is,  of  course,  not  without  its  difficulties. 
The  great  length  required  for  fine  setting  (up  to  12  m  in  the 
pre$ent  case)  makes  it  inconvenient  and  somewhat  tmwieldy. 
Yet,  where  a  group  of  rheostats  is  to  be  installed,  the  total  space 
required  is  at  most  no  greater  than  for  the  other  methods.  If  a 
cord  is  used  to  move  the  bBUsh,  the  stretching  of  the  cord  intro- 
duces lost  motion,  while  if  a  steel  tape  is  used  there  is  danger  of  the 
windings  being  destroyed  by  short  circuits  in  case  of  an  accidental 
breaking  of  the  tape.    Theoretically,  the  method  is  at  a  disad- 
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While  the  great  length  required  in  the  rheostat  makes  the  method 
seem  a  somewhat  brutal  solution  of  the  problem,  it  forms  a  very 
simple,  straightforward  arrangement.  Over  *  two  y^iars'  expe- 
rience with  it  has  been  so  satisfactory  that  it  has  confirmed  the 
opinion  that  the  method  is  the  most  satisfactory  one  for  the  work 
in  hand,  the  nature  of  which  has  already  been  indicated. 

pTtUl    t6p  vievy  aKowing  apring  Vru<>Ka  on   guide  tlock 
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Flo.  I. — Details  of  construction  of  tvimlar  rheostat 

m.  FIELD  RHEOSTATS 

A  full-size  cross  section  of  a  field  rheostat  is  shown  in  Fig.  i. 
The  arrangement  for  leading  the  current  in  and  out  is  also  shown. 
Two  lengths  were  used,  5.5  m  for  the  motor  field  rheostats  and  12 
m  over  all  for  the  generator  field  rheostats. 

Brass  tubes  were  used,  and  the  lengths  were  soldered  end  to  end 
so  as  to  make  a  perfectly  smooth  winding  surface,  a  short  sleeve 
being  placed  inside  to  make  a  good  mechanical  joint. 
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1.  Insulation. — ^A  coat  of  insulatiiig  varnish  was  applied  to  the 
tubes  and  allowed  to  dry.  A  5  cm  strip  of  varnished  cambric 
was  then  wound  on,  after  which  another  coat  of  the  Uquid  insu- 
lator was  applied  and  allowed  to  dry.  This  was  followed  by 
another  coat  each  of  varnished  cambric  and  the  insulating  com- 
potmd  giving  a  smooth,  hard  surface  on  which  to  wind  the  wire. 
The  resulting  insulation  was  excellent,  the  completed  rheostats 
showing  100  megohms  or  more,  and  each  was  tested  at  1200  volts 
a.  c.  before  being  put  into  service. 

2.  Winding. — Enameled  resistance  wire  was  used,  the  enamel 
serving  for  the  insulation  between  turns,  which  were  wound  snugly 
together  so  that  the  rheostat  has  a  smooth,  rigid  surface.  Splices 
were  made  by  silver  soldering  the  wires  in  butt  joints.  The  wind- 
ing was  done  on  an  extemporized  lathe  arrangement.  After  wind- 
ing, the  enamel  was  removed  from  the  surface  of  the  wire  where  the 
contact  was  to  be  made.  In  fact*  a  small  amoimt  of  the  metal  was 
removed  in  order  to  slightly  flatten  the  suriojce  of  the  wires,  and  so 
improve  the  contact. 

3.  Brushes,  etc. — ^As  shown  in  Fig.  i,  the  contact  brushes, 
which  are  laminated  phosphor  bronze  springs,  are  carried  on  a 
sheet  brass  support  which  nearly  surroimds  the  tube.  Two 
brushes  bear  on  the  resistance  winding,  near  the  bottom,  while 
a  third,  and  longer  brush,  runs  in  a  brass  channel  which  serves 
as  a  return  conductor.  The  channel  is  insulated  from  the  wind- 
ing by  two  layers  of  impregnated  tape.  The  most  satisfactory 
method  of  attaching  the  channel  to  the  tube  was  fotmd  to  be  by 
pieces  of  thin  silk  tape  placed  at  intervals  along  the  tube,  and 
each  inserted  under  two  or  three  turns  of  wire.  This,  of  course, 
had  to  be  done  as  the  tube  was  being  wound.  These  are  tied  to 
ears  on  the  channel  formed  by  sawing  slots  in  the  edge  of  the 
channel  and  bending  out  the  strip  between  the  slots. 

4.  Mounting  of  Tubes. — ^As  shown  in  Fig.  2,  the  rheostats  are 
motmted  horizontally  in  a  single  tier,  the  operating  motors  being 
placed  on  a  shelf  at  one  end.  They  are  placed  near  the  ceiling 
of  a  long  hallway  into  which  the  dynamo  room  opens,  and  so  do 
not  take  up  space  useful  for  other  purposes. 

The  motor  end  of  each  tube  is  clamped  in  position,  but  other- 
wise the  tubes  are  supported  on  rollers  to  allow  for  expansion. 
Those  rheostats  which  require  water  cooling  have  their  ends 
connected  by  flexible  copper  tubes  to  provide  for  the  water 
circulation. 
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5.  Cooling  System. — ^As  already  stated,  artificial  cooling  is 
provided,  wherever  necessary,  by  circulating  water  through 
the  brass  tubes  on  which  the  resistances  are  wound.  When 
first  installed  the  dty  water  supply  was  used,  the  small  amount 
of  water  necessary  for  cooling  being  allowed  to  nm  to  waste. 
Occasionally,  however,  under  extreme  atmospheric  conditions, 
moisture  condensed  on  the  winding,  and  it  was  feared  that  the 
insulation  might  become  injured.  Accordingly,  a  closed  circula- 
tion of  the  cooling  water  was  substituted,  a  low-speed  motor  being 
directly  connected  to  a  gear  ptunp.  The  motor  is  automatically 
started  whenever  a  motor  generator  is  operated  whose  field  rheostat 
requires  water  cooling. 

A  vertical  motmting  of  the  tubes  would  be  preferable  in  a  build- 
ing whose  arrangement  permitted  it;  as,  for  example,  in  a  shaft 
large  enough  to  allow  of  easy  access.    A  simple  thermal  circulation 
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FlO.  3. — Method  of  mounting  tubular  rheostats 

of  a  cooling  liqtiid  would  then  be  sufiSdent,  the  tubes  being  con- 
nected in  parallel  with  one  common  return  tube. 

6.  Design  of  Windings. — Prdiminary  experiments  had  shown 
that  under  working  conditions  settings  could  be  made  on  a  motor- 
operated  slide-wire  rheostat  of  the  type  described  to  about  i 
mm,  about  the  average  diameter  of  the  wire  which  it  was  found 
convenient  to  use  in  winding  the  rheostats.  It  was  arbitrarily 
dedded  to  make  the  sensitivity  of  setting  on  the  generator  rheo- 
stats approximately  o.oi  volt  per  millimeter,  or  10  volts  per 
meter  of  length  of  rheostat 

In  Figs.  3  and  4  are  shown  the  design  curves  for  a  typical  gen- 
erator rheostat.  The  magnetization  curve  of  the  generator  was 
experimentally  determined  in  the  usual  way  (curve  i).  From 
this,  the  resistance  of  the  fidd  winding  and  the  normal  voltage  of 
the  soiu-ce,  curve  2  was  calculated,  showing  the  resistance  in 
the  rheostat  as  a  ftmction  of  the  generated  voltage.  By  scaling 
off  tangents  to  curve  2,  the  ratio  of  a  small  diange  in  resistance  to 
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the  resulting  change  in  voltage  can  be  determined.  This  is  shown 
as  ohms  per  volt  in  curve  3;  but  since  each  millimeter  of  the 
length  of  the  rheostat  represents  a  change  of  o.oi  volt  in  the 
generator  voltage,  curve  3  may  be  plotted  in  the  form  shown  in 
curve  4  (Fig.  4)  by  merely  a  change  of  scale,  giving  the  resistance 
of  the  rheostat  per  millimeter  throughout  its  length. 

From  a  consideration  of  the  conditions  to  be  met  in  all  the  field 
rheostats  required  in  the  system,  the  sizes  of  wire  shown  in  the 
following  table  were  chosen,  somewhat  arbitrarily : 

TABLE  1 
Wir6  Used  for  Winding  Rheostats 


Iffatettal 


No. 
(A.W.G.) 

DkmMter 

Milllmotert 

17 

1.15 

20 

.81 

17 

1.15 

20 

.81 

22 

.64 

17 

1.15 

18 

1.02 

21 

.72 

24 

.51 

per  ttun 


Copper 

Do .'.. 

BrtM 

Do 

Do 

18  per  cent  Oerman  fUver. 
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With  the  exception  of  the  No.  22  brass,  which  was  used  only  in 
two  special  rheostats,  the  wires  are  so  chosen  that  the  resistance 
per  turn  increases  by  a  factor  of  about  2  from  step  to  step,  while 
the  total  change  in  diameter  of  wire  is  only  slightly  over  2  to  i. 

The  final  data  for  the  winding  is  shown  by  the  broken  line  (N0.5) 
of  Fig.  4,  in  which  the  horizontal  steps  indicate  the  lengths  wound 
with  the  various  sizes  of  wire.  It  will  be  noticed  that  the  ideal 
curve  does  not  cut  the  steps  of  the  actual  curve  quite  symmetrically. 
This  is  caused  by  slight  arbitrary  changes  in  design  to  adapt  to 
materials,  and  also  by  the  fact  that  the  former  is  based  on  resist- 
ance per  millimeter,  the  latter  on  resistance  per  turn.  The  final 
result  is  that  settings  can  be  made  on  the  rheostat  to  an  accuracy 
of  about  0.02  per  cent  or  better,  since  the  mechanism  allows  the 
adjustment  to  be  made,  when  necessary,  to  a  single  turn  of  wire. 

The  design  of  the  motor  field  rheostats  was  much  simpler,  an 
untapered  winding  being  fotmd  to  be  sufficient  to  secure  a  change 
of  but  0.01  per  cent  in  speed  for  a  single  turn*  of  the  wire  on  the 
rheostat.  The  motors  are  not  of  the  interpole  type,  and  rheostats 
5.5  m  long  suffice  to  cover  the  safe  range  of  speed,  with  the 
sensitivity  just  given. 
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IV.  RHEOSTATS  FOR  THE  CONTROL  OF  DIRECT  CURREHT 

AND  VOLTAGE 

I.  Voltage  Rheostats. — These  are  identical  in  general  con- 
struction with  field  rheostats  already  described.  They  are  7.5  m 
long  and  are  wound  with  about  11  500  ttuns  of  No.  22  brass  wire, 
giving  a  resistance  of  254  ohms.  Definite  voltages  from  storage 
batteries  Qn  mtdtiples  of  80,  up  to  320)  are  connected  across  the 
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Fio.  4. — Design  curves  for  typical  rheostat 

whole  resistance  and  a  variable  voltage  is  tapped  off  by  means  of 
the  sliding  contact  for  use  in  testing.  The  current  capacity  of 
the  rheostat  is  sufficient  to  allow  enough  current  to  be  drawn  from 
it  for  all  ordinary  work  in  instrument  testing. 
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Fig.  6. — General  view  of  heavy  current  rheostat 
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This  rheostat,  which  was  originally  designed  for  hydraulic 
operation/  was  rearranged  so  as  to  be  operated  by  four  o.i  kw 
motors.  The  resistance  elements  are  flattened  tubes  through 
which  water  flows  for  cooling.  Contact  is  made  directly  on  the 
tubes  by  heavy  laminated  copper  brushes,  of  circuit-breaker  con- 
struction. The  tubes  are  arranged  in  foiu"  sets  of  four  each.  The 
four  brushes  of  a  set  are  rigidly  connected  together,  and  are  pro- 
pelled by  a  single  screw  on  the  shaft  of  a  motor,  as  shown  in  Fig.  5. 

The  foiu"  tubes  of  three  of  the  sets  are  connected  in  series  paral- 
lel. Tubes  A  and  B  are  in  series,  as  are  also  C  and  D,  while  the 
two  pairs  of  tubes  are  in  parallel.  All  fom*  sets  of  tubes  are  con- 
nected in  parallel,  but  as  at  the  end  of  their  travel  the  brushes 


Pro|>eliii|  screw 


Resisfance  tiies 


Fio.  5. — Arrangement  of  brushes  and  resistance  tubes  of  heavy<urreni  rheostat 

ride  onto  insulating  strips,  the  circuit  through  any  set  may  be 
broken. 

In  order  to  extend  the  range  of  the  rheostat  downward  the  tubes 
of  the  fourth  set  are  all  connected  in  series,  making  the  resistance 
of  this  set  f oiu"  times  that  of  each  of  the  other  three.  For  still 
smaller  currents,  the  brushes  of  all  foiu*  sets  are  nm  out  to  the  open 
points  and  a  hand-operated  rheostat  is  connected  in  parallel. 

The  operation  of  the  motors  is  precisely  the  same  as  for  the  other 
parts  of  the  control  system,  two  speeds  giving  coarse  and  fine 
adjustment,  etc.  In  fact,  the  control  wiring  is  entirely  symmet- 
ric^ with  that  for  the  field  rheostats.  A  general  view  of  the  com- 
plete rheostat  is  shown  in  Fig.  6. 
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V.  PHASE  CONTROL 

Use  is  made  of  two  well  known  methods  of  phase  control.  The 
more  satisfactory  one  is  by  the  use  of  two  similar  alternators  on  the 
same  shaft,  one  being  used  as  a  source  of  current  and  the  other  as 
a  source  of  voltage,  the  phase  adjustment  being  made  by  shifting 
the  angular  position  of  the  stator  armature  of  one  alternator.  In 
the  other  method  the  adjustment  is  accomplished  by  slowly  mov- 
ing the  rotor  of  a  phase-shifting  transformer.  In  either  case  the 
motion  is  accomplished  by  a  small  motor  actuating  a  compound 
worm  drive. 

This  arrangement  also  fits  in  very  nicely  with  the  other  parts  of 
the  motor-generator  control,  the  two  speeds  giving  coarse  and  fine 
adjustment  of  the  phase  relation. 

VI.  OPERATING  DETAILS 

1 .  Motors. — In  order  to  operate  satisfactorily  at  widely  different 
speeds,  a  fairly  high-speed  motor  has  been  found  to  be  most  satis- 
factory. The  motors  used  are  of  the  Eck  worm-geared .  type, 
one-sixth  hp  2500  rpm,  worm  geared  in  the  ratio  of  46  to  i,  and 
arranged  to  rotate  in  either  direction.  For  full  speed  120  volts 
are  applied  to  the  armature,  and  for  slow  speed  10  volts.  On 
account  of  the  resistance  of  the  armature,  the  ratio  of  the  speeds 
is,  however,  greater  than  the  ratio  of  the  voltages,  being  about 
18  or  20  to  I,  instead  of  12  to  i. 

2.  Power  for  operation. — ^The  low  speed  can  not  be  obtained 
merely  by  inserting  resistance  in  the  armature  circuit,  since  the 
starting  torque  is  then  entirely  too  small  for  satisfactory  operation. 
A  small  2o-volt,  3-wire  storage  battery  is  used  to  provide  the  low 
speed.  The  neutral  of  this  battery  is  connected  to  the  neutral  of 
the  regular  240-volt,  3-wire  d.  c.  supply,  thus  forming  a  modified 
5-wire  system. 

The  arrangement  is  shown  in  Fig.  7,  from  which  it  is  easily  seen 
that  a  2-speed,  2-direction  control  is  obtained  from  the  4  contact 
positions  of  the  controller. 
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motion  to  the  left  causes  a  corresponding  lowering.  Accordingly, 
a  small  displacement  to  the  right  causes  a  very  slow  increase  in 
voltage  or  frequency,  and  a  further  motion  to  the  right  against 
the  stop  gives  a  rapid  increase.  Similarly,  slow  and  rapid  de- 
creases are  obtained  by  motion  to  the  left. 

The  springs  controlling  the  levers  are  small  heUcal  springs, 
wound  so  as  to  be  under  an  initial  tension.  The  handles  are 
removable,  so  that  the  danger  of  accidentally  closing  circuits  not 
in  use  may  be  avoided. 

Excepting  where  used  at  fixed  "set-ups,''  the  controllers  are 
portable  and  are  provided  with  flexible  leads  so  that  they  may 
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Fio.  7. — Method  of  obtaining  2-direciion,  2'Speed  control  from  S-'^^^  system 

be  placed  wherever  the  convenience  of  the  work  demands,  and 
they  are  all  interchangeable. 

4.  Jacks. — ^To  provide  a  controller  at  each  outlet  for  each 
motor-generator  set  would  be  too  complicated  and  inconvenient 
Hence,  only  one  controller  is  used  at  an  outlet,  and  it  is  arranged 
so  as  to  control  the  output  of  any  motor  generator  desired  by 
merely  plugging  in  two  jacks,  one  connecting  to  the  source  of 
power  and  one  connecting  to  the  control  motor  armatures.    This 


Digitized  by 


Google 


594 


Bulletin  of  the  Bureau  of  Standards 


{y^i3 


5.  Autontaitc  Stop  Switch. — It  is  necessary  to  have  some  auto- 
matic device  to  limit  the  travel  of  the  brush  at  the  ends  of  the 
rheostat,  as  otherwise  the  motor  would  stall  and  fuses  blow  or 
injury  to  the  apparatus  result.  Merely  an  automatic  switch  to 
open  the  armature  circuit  is  not  feasible,  as  this  would  make  the 
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Conta^  for 
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Fig.  Z. --Controller  and  jacks 

whole  device  inoperable  whenever  a  brush  accidentally  reached 
the  end  of  the  rheostat  adjustment.  At  first  a  simple  friction 
drive  was  tried,  so  that  the  pulley  or  cord  would  slip  when  the 
brush  reached  the  end,  but  this  arrangement  did  not  prove  to  be 
satisfactory,  'the  switch  indicated  in  Fig,  9  has,  however,  been 
entirely  satisfactory. 
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As  the  rheostat  brush  reaches  the  end  of  its  travel,  a  small 
brass  bob,  B,  attached  to  the  cord  which  operates  the  brush, 
enters  the  space  between  a  fixed  brass  bar,  F,  and  a  spring,  5, 
opening  the  circuit  at  K,  thus  stopping  the  motor.  But  B 
makes  electric  contact  between  F  and  5,  completing  the  circuit 
through  R  to  the  positive  side  of  the  line,  so  that  by  throwing 
the  controller  lever  to  the  negative  side  of  the  line  the  motor  will 
rotate  in  the  opposite  direction,  thus  moving  the  brush  toward 
the  other  end  of  the  rheostat.  When  the  brush  reaches  the 
other  end  of  the  rheostat,  a  second  brass  bob  on  the  lower  section 
of  the  cord  enters  the  lower  part  of  the  switch,  and  the  opera- 
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Pio.  9. — Details  of  automatic  stop  switch 

tions  are  precisely  like  those  just  described  for  the  upper  part  of 
the  switch. 

6.  Wiring'. — ^The  wiring  is  siuT)risingly  simple.  In  addition  to 
the  four  power  wires  (the  neutral  is  not  necessary  at  the  controller 
stations)  only  one  wire  for  each  control  has  to  be  carried  arotmd 
the  laboratories — ^that  is,  one  wire  for  each  motor  armatiu"e.  In 
the  original  installation  there  were  17  controls,  and  therefore  17 
motors,  and  but  21  wires  were  necessary.  Only  one  additional 
wire  is  required  when  an  additional  control  is  added. 

In  the  general  wiring  diagram.  Fig.  10,  the  complete  connec- 
tions for  one  motor-generator  set  are  shown  with  jacks  at  a  con- 
troller station,  together  with  one  controller. 

7.  Motor  Fields. — ^The  four  control  motors  required  for  the 
complete  control  of  a  motor-generator  set  have  their  fields  con- 
nected in  parallel,  and  the  switch  controlling  their  fields  is  placed 
on  the  panel  from  which  the  motor-generator  set  is  started.    The 
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dosing  of  this  switch  thus  becomes  apart  of  the  process  of  starting 
the  set. 

Vn«  EXPERIENCE  WITH  STSTEM 

In  over  two  years'  operation  the  system  has  given  very  little 
trouble — ^much  less  than  was  anticipated.    The  cords  gradually 
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Fig.  lo.— General  wiring  diagram,  showing  details  for  complete  control  of  one  motor- 
generator  set,  with  controller,  and  jacks  for  plugging  so  as  to  control  other  sets 

stretched  slightly  and  had  to  be  tightened  once  or  twice,  and  a 
few  verv  slieht  chancres  have  been  made  in  details  of  desien  or 
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naiily  be  expected  in  the  use  of  the  same  number  of  small  motors 
in  a  laboratory. 

There  is  a  slight  amount  of  backlash,  due  to  the  elasticity  of 
the  cord,  but  it  is  not  at  all  serious,  amounting  to  only  about  o.i 
or  0.15  per  cent  on  the  average. 

One  limitation  that  has  sometimes  proved  inconvenient  is  that 
care  has  to  be  exercised  in  the  use  of  an  a.  c.  generator  with  so 
wide  a  range  of  field  excitation  not  to  draw  too  much  current  at 
low  excitation,  else  the  armature  reaction  may  cause  wave-form 
distortion.  For  this  reason  it  is  not  permissible  to  draw  full-load 
current  at  very  low  excitations  if  purity  of  wave  form  is  important. 
The  admittance  of  the  connected  load  is  a  more  logical  basis  for 
determining  the  permissible  generator  load  than  is  the  armature 
current. 

The  simplicity  and  convenience  of  the  system,  both  in  testing 
and  in  investigational  work,  has  greatly  increased  the  eflSdency 
of  the  work  of  the  laboratory,  frequently  saving  the  time  of  one 
observer. 

Washington,  May  26,  1916. 
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I.  INTRODUCTION 

Electric  units  and  standards  are  now  very  nearly  uniform  in  all 
parts  of  the  world.  Ab  a  result  of  the  decisions  of  intemational 
congresses  and  the  cooperation  of  the  national  standardizing 
laboratories,  the  intemational  ohm  and  ampere  are  accepted  every- 
where as  the  basis  of  electrical  measurements.  A  complete  system 
of  electric  and  magnetic  imits  is  in  general  use,  )built  upon  these 
ftmdamental  tmits.  There  have  been  proposals  to  change  the 
units  from  time  to  time,  and  as  a  result  there  is  some  diversity  of 
usage  in  respect  to  imits  in  current  electric  and  magnetic  literature. 
For  instance,  Heaviside  units  are  used  in  certain  recent  books  on 
theoretical  electricity;  a  slight  change  of  electric  tmits  is  advocated 
by  M.  Abraham;  and  quite  a  number  of  different  magnetic  units 
are  used  in  presenting  the  results  of  magnetic  experiments.  It 
appears  worth  while  to  examine  critically  ihe  system  of  xmits 
which  is  generally  used,  to  study  the  reasons  which  are  advanced 
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for  changes  in  the  S3rstem,  and  to  inquire  whether  any  of  the 
various  proposed  units  offer  advantages  which  would  justify  the 
trouble  and  confusion  incident  to  a  general  change  of  units. 

The  units  actually  used  in  electrical  meastuements  are  based  on 
certain  ftmdamental  electrical  standards  which  were  so  defined  as 
to  represent,  as  closely  as  experimental  evidence  permitted,  the 
theoretical  electromagnetic  units.  The  units  of  the  various  elec* 
trie  qtiantities  are  derived  from  the  fundamental  units  in  accord- 
ance with  the  equations  of  ordinary  electrical  theory,  and  in  con- 
sequence the  units  actually  used  in  practice  are  all  very  close 
representatives  of  the  corresponding  electromagnetic  units.  The 
electromagnetic  S3rstem  is  famiUar,  having  been  frequently  de- 
scribed. The  units  used  in  practice  to  represent  the  electromag- 
netic units  have  been  called  the  international  units.  The  very 
slight  differences  in  magnitude  between  the  international  and  the 
corresponding  electromagnetic  units  are  determined  by  absolute 
measurements  made  from  time  to  time.  (The  present  values  of 
these  differences  are  given,  on  the  basis  of  recent  absolute  meas- 
tuements,  in  this  Bureau's  Circular  No.  60,  Electric  Units  and 
Standards.)  The  system  of  international  units  will  be  discussed 
here  in  some  detail  before  treating  the  various  proposals  which 
have  been  made  for  changes  in  the  tmits.  The  said  proposals 
would  apply  both  to  the  electromagnetic  xmits  and  to  the  inter- 
national units,  their  representatives. 

n.  THE  INTERNATIONAL  SYSTEM 

Every  complete  system  of  electric  unitf  requires  four  funda- 
mental imits  instead  of  only  three,  as  in  mechanics.  The  necessity 
for  the  one  additional  imit  arises  from  the  fact  that  the  identity 
of  mechanical  and  electrical  phenomena  has  not  been  established. 
Of  the  four  qtiantities  taken  as  ftmdamental  (a)  three  may  be 
mechanical  and  one  electrical,  or  (b)  two  mechanical  and  two 
electrical,  or  (c)  one  mechanical  and  three  electrical,  the  only 
theoretical  reqtiirement  being  that  both  mechanical  and  electrical 
quantities  be  represented  among  the  fotir.  Thus,  very  many 
systems  are  possible.  No  systems  of  type  (c)  are  in  tise,  although 
they  can  be  very  easily  made  up,  and  are  not  at  all  grotesque — ^for 
example,  a  system  tising  R,  /,  /x,  and  T  as  ftmdamental. 

The  electrostatic  and  electromagnetic  systems  are  of  t3rpe  (a). 
The  ftmdamental  tinits  in  each  of  these  systems  are  those  of  length, 
mass,  time,  and  a  property  of  the  eletromagnetic  medium.  The 
property  of  the  medium  utilized  is  the  dielectric  constant  in  the 
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electrostatic  system  and  magnetic  penneafaiUty  in  the  elec* 
tromagnetic  system.  For  convenience,  zero  dimensions  are 
sometimes  assigned  to  the  property  of  the  meditmi  in  writing 
dimensional  formulas,  but  it  remains  none  the  less  a  ftmdamental 
quantity  of  the  system. 

The  international  system  is  of  type  (6).  In  the  definitions 
adopted  by  the  London  Electrical  Conference  of  1908  two  electric 
units  were  defined  in  terms  of  specified  standards — ^the  interna- 
tional ohm  and  the  international  ampere.  These  two,  plus  imits 
of  length  and  time,  may  be  regarded  as  forming  the  basis  of  a 
distinct  system,  and  they  have  been  so  considered  by  a  few  writers. 
This  system  is  very  convenient  in  electrical  work,  although  it  has 
no  value  or  utility  in  mechanics  or  other  parts  of  physics.  The 
system  is  centered  around  the  phenomena  of  electric  current. 
Electric  current  is  more  familiar  and  of  vastly  greater  practical  im- 
portance than  electrostatic  charges  or  magnetic  poles,  upon  which 
the  other  two  famiUar  systems  are  based.  This  is  one  of  the 
reasons  why  the  international  system  is  the  most  convenient  and 
the  most  used  electrical  system. 

Only  eight  units  (the  international  ohm,  ampere,  volt,  coulomb, 
henry,  farad,  joule,  and  watt)  have  been  defined  by  international 
congresses,  and  it  is  desired  to  show  that  these  units  form  part 
of  a  distinct  and  complete  electrical  system.  That  the  inter- 
national imits  form  a  system  distinct  from  all  others  may  be  seen 
from  the  following  considerations.  The  international  units  are 
historically  based  upon  the  *' practical"  electromagnetic  imits,  as 
has  been  stated  above.  However,  two  of  the  international  electric 
units  are  defined  in  terms  of  arbitrary  standards  and  hence  are 
independent  or  arbitrary  *  imits,  viz,  the  international  ohm  and 
the  international  ampere.  Since  a  complete  system  of  electric 
tmits  requires  four  independent  units,  only  two  additional  tmits  are 
needed.  Therefore  the  international  system  can  not  have  all  four 
of  the  fundamental  quantities  of  the  electromagnetic  system,  viz, 
length,  mass,  time,  and  magnetic  permeability.  The  two  of  these 
quantities  which  are  needed  to  complete  the  international  system 
are  length  and  time.    Both  length  and  time  enter  essentially  in 
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the  fundamental  relations  between  the  important  electromagnetic 
quantities.  (This  is  clearly  exhibited  in  Table  i  below.)  Mass 
does  not  enter  at  all  into  those  relations,  and  magnetic  perme- 
ability is  a  subordinate  quantity  in  this  system  just  as  it  is  in  the 
electrostatic  system. 

That  the  international  units  form  a  complete  electrical  system, 
which  is  in  fact  the  system  commonly  used,  is  brought  out  by 
Table  i ,  in  which  the  units  of  the  principal  electric  and  magnetic 
quantities  are  derived  from  the  units  of  resistance,  cturent,  length, 
and  time  by  the  use  of  the  ordinary  equations  of  electrical  theory. 
The  international  volt,  coulomb,  etc.,  were  thus  derived  from  the 
international  ohm  and  ampere  and  the  second  in  the  definitions 
adopted  by  international  congresses.  Each  unit  in  this  system 
is  the  representative  for  practical  purposes  of  the  corresponding 
unit  ih  the  electromagnetic  system  and  differs  from  it  only  very 
slightly.  The  small  differences  between  the  imits  in  the  two 
systems  are  determined  by  absolute  measurements  made  from 
time  to  time. 

This  mode  of  definition  was  thus  extended  to  the  whole  system 
of  electric  and  magnetic  imits  by  Prof.  V.  Karapetoff  in  the 
appendixes  of  his  books,  The  Electric  Circuit  (191 2)  and  The  Mag- 
netic Circuit  (191 1).  He  calls  the  units  so  obtained  the  **  ampere- 
ohm  system."  In  his  derivations,  however,  he  uses  some  equa- 
tions differing  by  the  factor  4T  from  the  classical  equations.  Cer- 
tain of  the  imits  thus  derived  are  therefore  not  representatives  of 
the  corresponding  electromagnetic  tmits.  Consequently  his  am- 
pere-ohm system  is  not  quite  the  same  as  the  *' international 
system  "  as  interpreted  herein.  The  Karapetoff  imits  are  discussed 
on  page  620  below. 

The  table  gives  the  dimensional  formula  for  each  quantity,  as 
well  as  the  defining  equation  or  equation  which  gives  the  mathe- 
matical relation  of  the  quantity  to  previously  defined  quantities. 
All  the  symbols  used  are  defined  in  the  table,  except  the  following, 
which  are  introduced  without  definition:  L= length,  T«time, 
R — resistance,  J- current,  N = number  of  turns,  5 «=  area,  s  =  length 
along  a  path. 
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QumtUy 

Symbol 

Unlta 

mala 

IZlAMrmriAtlvA  forcA 

E 

Volt     

E^RI 

[£]»=[/?/] 

Quantity  of  electricity. . 

Q 

Coulomb 

O^ildt 

Ifil-I/ri 

3&           I  **" ■*** 

Blectrostatic  capacity... 
Dielectric  constant 

c 

Farad 

C-g 

K 

E 

allel  plate  con- 
denser of  large 

areaS). 

Electric  field  intensity. . 

& 

Vohper  cm... 

0    ^^ 

p^-i — 

^^-{^ 

^    ds 

Electric  displacement.. 

D 

Coulomb    per 
cm«. 

D-^e,,:. 

i-^-m 

4r 

Sell-inductance^ 

Mutual  inductance  <^. . . 

Henry 

Henry 

"ni-dl/di 

m=[X(lMRT\ 

2f 

See  Table  6... 

»-S^' 

[3]-m 

Magnetizing  force  << 

H 

do 

"       lOL    

<«.-[a 

Magnetic  flux  « 

4> 

do 

<^-lvJ^  Edt... 

M-[RIT\ 

Magnetic  induction.... 
Permeability . . 

B 

do 

B-^ 

w-[¥] 

/* 

do 

dS 
B 

fti^-TS      .....    ...... 

^   Ti 

Reluctance 

E 

do 

ft-3 

v>i-[4,' 

^    « 

Intensity  of  magnetiza- 
tioii* 

/ 

do 

B-Bo+4t7 

m-[Sf\ 

Magnetic  susceptibiUty. 
Magnetic  pole  strength/. 

K 

do 

7— kH 

'■>-[¥] 

m 

do 

J              <w«    ...,.._*... 

a  The  names  of  these  units  axe  strictly  the  "international  rolt."  "international  ooulomb,"  etc.  but  in 
practice  "international"  is  omitted. 

5  In  the  definition  of  self-inductance,  Ex  is  the  emf  created  in  a  drcuit  by  the  ▼ariatioa  o£  the  current  /i 
in  the  same  circuit. 

« In  the  definition  of  mutual  inductance,  Et  is  the  emf  induced  in  a  circuit  by  the  variatJoa  of  the  current 
/i  in  another  circuit. 

<l  H  in  the  defining  eciuation  is  the  macnetizing  force  at  the  center  of  a  yery  long  solmoid  of  N  turns  and 
length  L. 

«^  in  the  equation  is  the  change  of  flux  in  the  time  /  giving  rise  to  the  emf  E  in  a  closed  circuit  linking 
with  the  flux. 

/  ^  in  this  equation  is  the  total  magnetic  flux  fmanaring  from  Of  associstffd  with  magnetic  poles  of  aggre» 
gate  pole  strength  m;  it  is  strictly  equal  to  the  resultant  flux  through  the  magnet  only  when  the  magnet  is 
Tary  long  and  thin. 
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1.  SnfPLICITT  OF  THIS  SYSTEM 

We  build  up  our  electrical  equations  and  make  measurements 
in  terms  of  resistance,  current,  length,  and  time.  It  is  entirely 
legitimate  to  write  dimensional  expressions  in  terms  of  these 
quantities.  The  dimensional  f ormtdas  in  the  international  system 
of  electric  units,  in  fact,  give  expressions  which  are  as  simple  and 
as  helpful  in  electricity  as  the  usual  dimensional  expressions  in 
lengthy  mass,  and  time  are  for  mechanical  quantities.  This 
advantage  is  decidedly  lacking  in  the  electrostatic  and  electro- 
magnetic systems.  The  superiority  of  the  international  system 
in  this  respect  is  clearly  shown  by  an  example.  The  dimensional 
formula  for  magnetic  field  intensity  or  magnetizing  force  is 


'«^-H 


This  gives  as  clear  and  simple  a  statement  of  the  relations  of  the 
two  electromagnetic  quantities,  H  and  /,  as  the  dimensional 
formula  for  force,  below,  gives  for  mechanical  quantities.  Com- 
pare with  the  dimensional  formula  for  H  in  the  electromagnetic 
system: 


[H]'[l 


This  is  not  convenient  as  regards  the  conveying  of  physical  infor- 
mation. The  point  is  that  it  bears  no  direct  relation  to  the  actual 
working  equations  of  electricity.  In  the  ordinary  systems  of 
mechanical  units,  the  dimensional  equations  are  almost  the  same 
as  the  defining  equations  of  mechanical  tmits.  Thus  the  dimen- 
sional equation  of  force, 

[F] =1  -~-  ,  is  similar  to  F = M  -^'  Similarly,  in  the  inter- 
national system  of  electric  units  the  dimensional  equations  are 
similar  to  the  defining  equations,  which  are  the  common  equa- 
tions   of  practice — ^for  example,  [i/]=|  j  I  is  closely  related  to 

H  =»  — »  which  holds  for  an  infinitely  long,  straight  conductor. 
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placement  is  at  once  apparent,  for  since  [/71-|j2]>  it  is  suggested 
that  electric  displacement  is  quantity  per  imit  area.    The  formulas 


[C]  =r^    and  [-C^l—Ei^T]  are  very  closely  related  to  the  expression 
for  impedance 


-vM¥^ 


where  T  is  the  period  of  alternation.  The  dimensional  formidas 
for  K  and  m  are  both  closely  related  to  actual  methods  of  measure- 
ment.   K  depends  on  capacit)^  ^    and  linear  dimensions  [L].    /it 

may  be  determined  by  the  measurement  of  a  self -inductance 
[RT]  and  linear  dimensions  [L]  of  a  coil.    It  of  course  follows  from 

[^=[2;^  J  and  I>]=| -^J  that  |^^J"I  jil  *^^  familiar  equa- 
tion suggesting  the  influence  of  K  and  m  upon  the  velocity  of  wave 
propagation. 

2.  SUBORDm ATIOK  OF  THE  HAOliBTIC  POLE 

One  of  the  advantages  of  the  international  system  is  that  it 
does  not  give  tmdue  prominence  to  magnetic  pole  strength.  The 
complexity  of  the  dimensional  expressions  of  the  electromagnetic 
system  and  its  poor  correspondence  to  the  conditions  of  practice 
are  in  part  due  to  its  being  based  upon  an  tmimportant  phenom- 
enon. Magnetic  poles  are  of  little  theoretical  or  practical  impor- 
tance, while  magnetic  flux,  field  intensity,  etc.,  are.  The  medium 
is  the  important  thing,  as  shown  by  Faraday  and  Maxwell.  Mag- 
netism is  becoming  more  and  more  r^arded  as  one  kind  of  mani- 
festation of  electricity.  In  the  table  of  the  international  system 
given  above,  magnetic  pole  strength  was  defined  last,  showing 
that  all  the  other  magnetic  quantities  are  definable  independently 
of  it.  (It  can  be  similarly  subordinated  in  the  equations  of  the 
electrostatic  system.)  A  free  magnetic  pole  does  not  exist  in 
natiu'e,  magnetic  pole  strength  does  not  appear  in  engineering 
formulas,  and  it  is  consequently  a  satisfaction  to  find  that  it  can 
be  dispensed  with  in  the  theory  also. 

3.  LnctTATIOK  TO  ELBCTROHAOliBTISM 
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magnetic  system  gives  for  electrical  quantities,  and  is  therefore  not 
of  such  general  application  as  the  s}rstems  in  which  length,  mass, 
and  time  are  fundamental.  The  dimensions  of  mechanical  quan- 
tities in  this  sytem  are  readily  obtained  as  follows:  Energy  is  the 
quantity  common  to  electricity  and  mechanics,  and  it  has  thesim]^ 

dimensions  \r  P  T T    From  the  relation  f^^^  l^fi?  P  t\  the 

dimensions  of  mass  and  other  mechanical  quantities  may  be 
derived.  Such  dimensional  expressions  of  mechanical  quantities 
have  no  convenience  or  value.  Fmthermore,  the  unit  of  mass 
comes  out  lo^  g  and  the  unit  of  force  lo^  dynes,  similarly  to 
the  unit  of  energy  which  is  lo^  ergs  (i  joule).  The  international 
electrical  S3rstem  is  valuable  simply  as  a  practical  convenience  in 
dealing  with  electrical  phenomena.  It  can  not  be  thought  of  as 
supplanting  the  classical  system  based  on  length,  mass,  and  time, 
since  the  international  ohm  and  ampere  are  not  as  f  imdamentally 
important  as  the  kilogram  and  meter. 

m.  THE  MAGNETIC  QUANTITIES 

The  electrostatic  and  electromagnetic  systems  are  primarily 
systems  of  physical  quantities  rather  than  xmits,  and  upon  them 
various  systems  of  imits  are  based.  Thus,  for  instance,  both  the 
cgs  and  the  "practical''  electromagnetic  systems  of  tmits  are  in 
use.  These  differ  in  the  particular  tmits  chosen  for  the  ftmda- 
mental  quantities.  In  the  case  of  the  international  electric  tmits, 
only  one  particular  set  of  tmits  is  used  for  the  ftmdamental  qtian- 
titles;  the  four  fundamental  tmits  are  the  international  ohm,  the 
international  ampere,  the  centimeter,  and  the  second.  The  defin- 
ing equations  given  in  Table  i,  above,  for  £,  Q,  C,  L  and  7H, 
are  those  by  which  the  international  tmits  of  these  qtiantities 
were  derived  by  international  congresses.  The  only  electric  tmit 
defined  by  the  equations  of  Table  i  that  is  not  in  tise  is  the  tmit  of 
dielectric  constant.  This  wotild  be  expected,  as  the  corresponding 
electromagnetic  tmit  is  never  tised,  the  electrostatic  tinit  being  uni- 
versally employed.  With  this  exception,  the  particular  tmits  indi- 
cated in  Table  i  are  the  ones  most  commonly  used.    The  units  erf 
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it.  These  units  may  be  shown  to  constitute  a  complete  alterna- 
tive set  of  magnetic  units,  their  use  requiring  certain  of  the  equa- 
tions to  be  changed  by  the  factor  4T.  The  two  sets  of  magnetic 
units  are  compared  in  Table  6  below. 

Magnetic  units  involving  the  inch  as  the  unit  of  length  are  also 
in  tise,  particularly  when  the  results  of  measurements  are  pre- 
sented in  the  form  of  curves.  While  it  would  be  possible  to  build 
up  a  definite  system  using  the  inch  as  the  unit  of  length,  these 
units  are  usually  r^arded  as  isolated  tmits.  When  used  in  equa- 
tions, they  are  accompanied  by  suitable  numerical  factors. 

The  nomenclature  of  the  magnetic  units  is  somewhat  unsatis- 
factory. For  instance,  in  the  first  set  of  magnetic  units  just 
referred  to,  at  the  present  time  the  name  ''  gauss  "  is  applied  both 
to  the  unit  of  induction  and  the  unit  of  magnetizing  force.  In 
order  to  bring  out  clearly  the  difference  between  these  two  quan- 
tities, some  general  considerations  regarding  the  magnetic  circuit 
will  be  given  here. 

1.  THB  MAOIiBTIC  CIRCUIT 

A  tube  of  magnetic  induction.is  analogous  to  a  tube  of  electric 

displacement,  and  also  to  a  path  along  which  electric  current 

flows.    The  analogy  is  very  close  except  that  permeability  and 

reluctance  are  not  constant  in  magnetic  material.    The  strictness 

of  the  analogies  between  electric  and  magnetic  quantities  is  shown 

by  the  following  table: 

TABLE  2 

Comparison  of  Magnetic  and  Electric  Qnantirtes 

(See  appendix  at  the  ^id  of  this  paper  for  symbols] 


Xtoctiic  citfmit. 


The  analogy  between  the  magnetic  and  the  electrostatic  rela- 
tions is  much  better  than  that  between  magnetism  and  electric 
current  in  fact  although  not  in  form.  There  is  no  phenom- 
enon of  magnetic  conduction  corresponding  to  electric  conduc- 
tion, whereas  magnetic  induction  and  electric  displacement  are 
similar  phenomena  subject  to  the  same  laws.     Reluctance  is 

75741*>— 17 7 
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strictly  analogous  to  the  reciprocal  of  capacity;  this  is  suggested 
in  the  name  elastance,  which  Heaviside  gave  to  the  reciprocal  of 
capacity.  The  first  and  third  equations  in  the  last  coltunn  are 
similar  except  for  the  factor  4^,  which  is  without  physical  signifi- 
cance; in  fact,  this  dissimilarity  is  merely  a  peculiarity  of  one  set 
of  magnetic  units. 

The  only  vector  quantities  in  the  table  are  B  and  H  and  their 
analogues,  D  and  &  and  U  and  &.  Magnetomotive  force  &  and 
electromotive  force  E  are  line  integrals  of  the  two  field  intensities, 
H  and  &,  respectively. 

The  term  *' magnetomotive  force"  (mmf)  has  been  restricted 
by  some  writers  to  mean  the  total  line  integral  of  H  along  a  closed 
path.  It  would  thus  have  a  value  different  from  zero  only  when 
the  path  of  integration  links  with  electric  current.  The  line 
integral  of  H  along  a  part  only  of  a  closed  path  was  called  magnetic 
potential  diffefence  (mpd)  or  magnetic  potential  drop,  or  even 
magnetomotive  force  drop.  According  to  these  conventions, 
while  a  magnetic  potential  difference  exists  between  the  poles  of 
a  permanent  magnet,  yet  one  could  not  speak  of  a  magneto- 
motive force  due  to  the  magnet,  because  the  mpd  between  the 
poles  in  air  is  equal  and  opposite  to  the  mpd  within  the  magnet. 
If  the  term  "electromotive  force"  were  similarly  restricted,  there 
could  be  no  emf  due  to  a  battery  or  a  charged  condenser. 

Magnetomotive  force  is  in  fact  the  exact  analog  of  electro- 
motive force  and  bears  the  same  relation  to  magnetic  potential 
difference  as  emf  does  to  electric  potential  difference.  The  poten- 
tial difference  between  two  points  is  the  work  done  in  canying 
unit  charge  from  one  point  to  the  other.  The  potential  difference 
between  the  ends  of  any  portion  of  a  circuit  is  equal  to  the  differ- 
ence between  the  emf  (or  mmf)  produced  in  that  portion,  by  any 
causes  whatever,  and  the  emf  (or  mmf)  expended  in  that  portion. 

2.  INDUCTION  AND  HAONBTIZING  FORCE 

It  is  common  practice  in  electrical  engineering  to  use  the  name 
''gauss"  both  for  the  imit  of  magnetic  induction  and  the  unit  of 
magnetizing  force.    This  usage  is  recognized  by  the  American 
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has  been  a  consequence  of  the  importance  hitherto  assigned  to  the 
magnetic  pole,  Thus,  induction  and  magnetizing  force  may  be 
looked  upon  as  having  the  same  phy^cal  nature  when  magnetizing 
force  is  defined  as  the  force  on  a  unit  magnetic  pole  in  a  medltun 
and  induction  as  the  force  on  a  unit  magnetic  pole  in  a  very  short, 
wide  cavity  with  its  width  perpendicular*  to  the  direction  of 
magnetization  of  the  meditun.  There  are,  however,  objections  to 
this  conception  of  induction,  which  will  be  pointed  out  below. 

The  electromagnetic  units  were  so  chosen  that  Mo  (permeability 
of  empty  space)  =  1.  fhis  simplifies  certain  calculations.  Thus, 
letting  Bo  =  induction  in  a  nonmagnetic  medium,  the  equation 
Bo  =Mo-H^  niay  be  written  Bq^H  m  electromagnetic  units.  Also, 
the  equation  B^Bq+^tJ^  of  Table  i,  is  often  written  B=H  + 
4tJ  in  electromagnetic  units.  The  numerical  equality  of  H  and  B 
in  nonmagnetic  media,  and  the  appearance  of  B  and  H  as  terms 
in  the  same  equation,  both  tend  to  encourage  the  idea  that  they 
are  of  the  same  physical  nature.  A  corollary  of  this  idea  is  that 
permeability  is  a  mere  numerical  ratio  and  not  a  physical  quantity. 
The  equations  60  =H  and  B  =^H+^vJ  do  not  hold  in  tmits  other 
than  electromagnetic,  as  will  be  shown  in  Section  IV. 

Arguments  from  the  dimensions  of  the  quantities  have  fre- 
quently been  adduced  in  attempts  to  settle  this  question  concern- 
ing the  units  of  B  and  H.  It  has  been  maintained,  on  the  one 
hand,  that  B  and  H  are  dimensionally  identical  in  the  ordinary 
electromagnetic  system  (/i  suppressed),  and  are  therefore  express- 
ible in  the  same  unit;  and,  on  the  other  hand,  that  when  /i  is 
retained  as  one  of  the  fundamental  quantities  of  the  electromag- 
netic system,  B  and  H  are  dimensionally  different  and  therefore 
can  not  be  expressed  in  the  same  unit.  The  question  of  the 
*'  gauss  "  has  recently  been  discussed  from  this  latter  standpoint  in 
an  interesting  article  by  M.  Ascoli.  (See  footnote  16,  p.  619.) 
Such  arguments  are  certainly  not  conclusive.  Dimensional  identity 
or  difference  tells  nothing  about  the  physical  difference  between  two 
quantities.  The  argument  that  dimensional  identity  indicates 
physical  identity  is  refuted  by  the  example  of  energy  and  torque. 
Who  would  measure  torque  in  joules  or  calories  ?  To  maintain,  on 
the  other  hand,  that  dimensional  difference  proves  physical  differ- 
ence is  not  conclusive,  as  illustrated  by  the  very  fact  that  the  two 
sets  of  dimensions,  the  electrostatic  and  electromagnetic,  apply  to 
every  electric  quantity.     Dimensions  are  matters  of  convenience, 

*  Maxwell,  Electricity  and  Magnetism,  par.  400. 
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and  dimensional  arguments  can  no  more  settle  a  question  of  the 
physical  nature  of  a  quantity  than  mathematical  convenience  can 
justify  the  physical  identification  of  lines  of  magnetic  force  and 
lines  of  magnetic  induction.  Inasmuch  as  dimensional  reasoning 
has  been  considered  by  various  writers  to  be  valid  to  decide  the 
physical  relation  of  B  and  if,  it  is  thought  worth  while  to  consider 
fiuther  in  this  paper  the  actual  physical  nature  of  the  two  quan- 
tities. 

There  are  a  number  of  reasons  for  considering  induction  and 
magnetizing  force  to  be  diflFerent  in  physical  nature,  just  as  the 
deflection  of  a  spring  is  physically  different  from  the  mechanical 
force  producing  it.  As  the  names  of  the  two  quantities  suggest, 
B  characterizes  the  magnetized  state  of  the  mediimi  and  H  is  the 
agency  tending  to  produce  a  magnetized  state.  Perhaps  the  dis- 
tinction is  most  clearly  seen  by  the  analogies  furnished  in  the 
discussion  of  the  magnetic  circuit  (preceding  section) .  There  is  no 
confusion  between  Z),  the  electric  displacement,  which  character- 
izes a  state  of  the  medium,  and  C/,  the  electric  field  intensity  which 
produces  the  displacement.  The  distinction  is  even  clearer  be- 
tween U,  the  ciurent  density  in  a  medium,  and  the  &  which 
causes  it. 

Another  analogy  which  points  to  the  physical  distinctness  of 
B  and  H  and  to  /i  as  a  physical  property  rather  than  a  mere 
numerical  ratio  is  based  on  the  energy  of  the  medium.  The 
various  kinds  of  energy  are  each  the  product  of  two  factors. 
Energy  may  be  a  force  X  a  distance,  a  mass  x  half  the  square 
of  a  velocity,  a  pressure  X  a  volume,  etc.  The  energy  density 
of  an  electrified  medium  is  proportional  to  Z?£/,  and  of  a  magne- 
tized medium  is  proportional  to  JHdB.  The  energy  density  of  a 
magnetized  medium  may  be  written  (where  /i  is  constant*)  as 

nz^^'    I^  M  were  a  mere  numerical  ratio,  the  magnetic  energy 

density  would  involve  a  "generalized"  force  without  the  corre- 
sponding **flux.''  This  would  be  contrary  to  the  usual  dynamical 
ideas 

Again,  /x  is  one  of  the  two  quantities  (ja  and  K)  which  are 
effective  in  the  propagation  of  electromagnetic  waves.  There- 
fore M  must  be  an  actual  physical  property  (for  two  phy^cal 
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gation  of  waves)  trnless  K  involves  both  properties.  If  elec- 
tricity is  of  dynamical  nature,  therefore,  either  n  or  K  must  be 
a  physical  quantity  and  both  may  be. 

In  a  number  of  respects  B  and  H  are  of  quite  a  different  char- 
acter. At  the  surface  of  separation  between  two  media  only 
the  normal  component  of  B  is  continuous,  while  only  the  tangen- 
tial component  of  H  is  continuous.  It  is  possible  for  induction 
to  exist  in  a  material  with  no  magnetizing  force.  An  example 
of  such  a  case  is  a  permanent  ring  magnet  with  no  applied  if,  in 
which,  therefore,  H^o  and  B  is  finite.  (An  interesting  electrical 
analog  of  this  is  Kammerlingh  Onnes's  electrical  conductor  at  a 
temperature  very  near  the  absolute  zero,  in  which  there  was  a 
current  with  no  electromotive  force.) 

The  point  under  discussion  may  be  considered  from  the  stand- 
point of  convenience.  While  the  conception  of  B  and  H  as  phys- 
ically equivalent  was  found  desirable  in  magnetic  theories  based 
upon  magnetic  poles,  it  is  not  so  useful  when  the  relations  of 
magnetism  to  electricity  are  dealt  with.  While  a  given  H  is  asso- 
ciated with  a  given  current,  it  is  B  that  is  concerned  in  the  phe- 
nomenon of  induced  electromotive  force;  that  is,  induced  electro- 
motive force  depends  on  the  medium,  while  current  and  its  accom- 
panying H  are  independent  of  the  medium.  Since  these  relations 
are  at  the  basis  of  most  magnetic  practice,  it  is  just  as  desirable 
to  consider  B  and  if  to  be  different  quantities  as  electromotive 
force  aud  current. 

If  it  be  agreed,  in  accordance  with  the  foregoing  considerations, 
to  look  upon  B  and  H  as  physically  distinct  entities,  the  question 
remains:  Should  tmits  of  the  two  quantities  be  known  by  the 
same  name?  The  author  would  answer  this  question  in  the 
negative.  It  is  always  awkward,  and  tends  to  confusion,  when 
the  same  name  is  used  for  imits  of  two  physically  different  quan- 
tities. One  will  not  be  certain  in  all  cases  which  quantity  he  is 
dealing  with.  A  munber  of  examples  of  this  sort  of  confusion 
are  readily  found.  An  instance  is  the  ''pound,"  used  for  the 
unit  of  mass  and  also  for  the  unit  of  force  or  weight  in  engineering. 
This  use  of  "pound"  as  the  name  for  both  units  tends  to  obscure 
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while,  when  giving  the  unit  of  torque,  to  reverse  the  customary 
designation  of  the  unit  of  energy,  thus  using  *'meter-kilogfram" 
for  the  torque  unit;  or,  following  Kennelly,  to  indicate  that  it  is  a 
perpendicular  product  by  the  expression  "kilogram  perp.  meter." 

Nomenclature  is  sometimes  proposed  which  overlooks  the  disad- 
vantage of  calling  two  different  things  by  the  same  name.  Thus, 
in  the  Giorgi  system  of  units  described  below,  it  was  proposed  to 
call  the  imit  of  magnetic  permeance  the  henry.  This  suggestion 
has  not  met  with  much  favor;  while  permeance  has  the  same 
dimensional  formula  as  inductance,  it  is  none  the  less  a  distinct 
physical  quantity.  The  same  ftmdamental  objection  applies  to 
a  proposal  now  being  considered  ^  to  call  a  tmit  of  Ituninous  flux 
the  watt.  I/tuninous  flux  is  detected  physiologically,  and  as  long 
as  it  has  a  physiological  aspect  can  not  be  expressed  in  terms  of 
a  purely  ph3rsical  imit. 

Still  another  similar  case  is  the  use  of  *'  centimeter  "  as  the  name 
for  the  cgs  electrostatic  tmit  of  capacity  and  also  as  the  name  for 
the  cgs  electromagnetic  imit  of  inductance.  Neither  inductance 
nor  capacity,  of  cotuse,  is  physically  the  same  as  length  and  the 
name  is  therefore  not  entirely  satisfactory. 

Finally,  the  objection  to  using  the  same  name  for  units  of  two 
or  more  different  physical  quantities  may  be  put  upon  the  basis 
of  convenience.  It  conduces  to  misimderstandings  to  use  a  word 
in  several  different  meanings.  The  difficulties  are  perhaps  less 
serious  after  one  becomes  famiUar  with  the  nomenclature  and 
understands  the  double  meanings,  but  they  are  a  serious  stum- 
blingblock  to  the  formation  of  ideas  by  students.  In  practice  it 
is  better  to  have  the  tmits  distinctively  named.  So  long  as  "gauss" 
is  used  both  for  the  imit  of  B  and  of  if,  if  one  were  told  that  loo 
gausses  were  used  in  the  iron  of  a  certain  apparatus  (similarly  to 
the  use  of  a  certain  number  of  amperes  or  volts  in  an  electric  cir- 
cuit) he  would  not  know  unless  aided  by  context  or  convention 
whether  gausses  of  B  or  oi  H  were  meant.  The  difficulty  is  made 
worse  by  the  fact  that  the  name  "gauss"  has  been  used  for  the 
unit  of  still  another  quantity;  it  was  tentatively  adopted  by  the 
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it  only  in  that  way.  A  name  that  is  widely  used  for  the  egs  imit 
of  H  is  the  gilbert  per  centimeter,  the  cgs  miit  of  S  being  the 
gilbert.  (This  is  similar  to  the  expression  of  electric  field  inten- 
sity in  volts  per  centimeter.)  The  cgs  miit  of  ^  is  the  nmxwell. 
When  it  is  desired  to  avoid  the  term  "gauss"  altogether,  the  cgs 
unit  of  B  is  called  the  maxwell  per  square  centimeter. 

IV.  RATIONALIZATION  OF  THE  UNITS 

Oliver  Heaviside  •  pointed  out  in  1882  that  the  factor  4x  could 
be  removed  from  many  of  the  electric  and  magnetic  equations  by 
the  use  of  a  new  set  of  imits.  He  called  them  "rational"  tmits, 
because  some  of  the  equations  appeared  to  have  a  more  reason- 
able correspondence  with  the  underlying  theory  when  4x  was 
eliminated.  Since  that  time  there  have  been  other  proposals  to 
define  units  which  would  change  the  position  of  4x  in  the  equa- 
tions. The  term  "  rationalization  "  has  persisted  in  the  literattn-e, 
meaning  a  redistribution  of  the  4x's  in  an  advantageous  manner, 

1.  THB  HEAVISIDS  SYSTEM 

The  units  used  by  Heaviside  a,nd  by  a  few  recent  writers  differ 
by  powers  of  4x  from  the  ordinary  cgs  units.  In  these  units  the 
factor  4x  is  eliminated  from  certain  formulas,  and  the  electric 
and  magnetic  equations  are  made  symmetrical.  These  units  are 
used  as  a  Gaussian  system;  that  is,  electrostatic  units  are  used  for 
ptn-ely  electric  quantities  and  electromagnetic  units  for  magnetic 
quantities.  Every  equation  containing  both  electric  and  mag- 
netic quantities  must  contain  as  a  factor  the  first  or  second  power 
of  c,  the  niunber  of  electrostatic  imits  in  one  electromagnetic  unit 
of  electric  charge,  which  is  equal  to  the  velocity  of  light  in  space. 
For  instance,  the  equations  for  magnetic  flux  become 


0=c-^— c  j  E  dt 


Heaviside  suggested  that  units  of  more  practical  magnitude  could 
be  obtained  by  taking  lo*  times  certain  of  his  units  instead  of 
using  the  various  multiples,  lo',  lo',  lo-^  of  the  "practical" 
electromagnetic  imits.     His  suggested  multiples  have  never  come 

infn  ti<5e. 
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Table  3  shows  that  the  factor  4T  has  been  removed  from  every 
equation  which  contained  it  in  the  ordinary  systems.  The  same 
factor  has  been  caused  to  appear  in  certain  equations  which  were 
formerly  free  from  it.  It  is  sometimes  stated  as  the  main  objec- 
tion against  the  Heaviside  system  that  it  merely  shifts  the  4T 
from  some  formulas  to  others.  However,  the  existence  of  4^  in 
the  formulas 

and  the  three  analogous  formulas  in  magnetism  are  not  trouble- 
some because  these  equations  are  seldom  used  in  numerical  com- 
putations. The  4x  is  removed  from  the  equations  used  in  prac- 
tical work,  where  its  presence  is  obnoxious.  Furthermore  there 
is  some  theoretical  justification  for  the  4ir  in  those  equations 
which  contain  it  when  Heaviside  imits  are  used.     Consider,  for 

m 
instance,  H  =- ;.     If  we  define  the  imit  pole  so  that  tmit  flux 

emanates  from  it,  we  shotild  have,  since  B^-^*  for  a  spherical 

fit 
surface   smrounding   m   at  the   distance  r,   5  —  — —r—    From 

4^^ 

fit 
B^fiH,  it  follows  that  i/« -5-;  that  is,  4Tr*   suggests    the 

circumscribing  sphere. 

The  4ir  is  not  only  removed  from  S^^irNI,  but  also  from  ciu"! 
// =  4x  t/  and  other  forms  of  the  First  Law  of  Electromagetism. 
(The  various  forms  of  the  law  are  given  on  p.  625.)  Some  forms  of 
the  law  do  not  contain  4ir  in  the  ordinary  tmits,  but  do  in  Heavi- 
side units,  as  follows: 

Q=7  —  («=solid  angle) 
4c 

Idl 

// « f  for  an  infinitely  long,  straight  conductor. 

Many  formtilas  for  electrostatic  capacity  are  more  convenient 
in  Heaviside  than  in  ordinary  imits.  The  capacity  of  a  sphere, 
however,  is  Kr  in  ordinary  imits,  and  ^irKr  in  Heaviside  units. 
It  is  desirable  to  have  the  4X,  which  origina^tes  in  the  properties 
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of  a  sphere,  appear  in  the  formulas  pertaining  to  spheres  rather 

than  elsewhere.     It  is  a  practical  convenience,  also,  to  have  the 

awkward  numerical  coefficient  in  the  formula  for  a  sphere  rather 

KS 
than  in  the  formula  for  a  plate  condenser,  C  «-p»  since  the  latter 

is  the  only  case  that  is  frequently  met  with  in  practice. 

In  the  Heaviside  S3^tem  the  factor  4x  is  not  only  removed  from 
all  the  formulas  where  it  occtn-s  in  the  ordinary  systems  to 
more  appropriate  places  in  the  theory,  but  the  formulas  of  elec- 
trostatics and  magnetism  are  also  made  identical  in  form.  The. 
symmetry  and  convenience  of  the  system  have  aroused  admira- 
tion in  many  who  have  studied  the  electric  imits.  It  was  seriously 
considered  for  general  adoption  in  England  in  1895  and  again  in 
1905.  The  enormous  difficulties  of  changing  the  magnitudes  of 
practically  all  electric  tmits  and  standards  stood  in  the  way  and 
will  render  the  change  more  and  more  impossible  as  time  goes  on. 
Some  writers  *®  on  the  theory  of  electricity  use  these  imits  at  the 
present  time,  leaving  it  to  their  readers  to  introduce  conversion 
factors  when  applying  the  theory  to  meastu-ements.  This  makes 
the  reading  of  their  works  much  more  difficult  for  the  majority  of 
students  and  electrical  workers.  As  already  shown,  the  4x  neces- 
sarily appears  in  some  places,  so  that  the  reader  is  not  freed  from 
considering  it  but  must  deal  with  it  in  a  way  entirely  unfamiliar 
to  him.  The  removal  of  this  factor  from  certain  equations  is 
furthermore  not  necessarily  an  advantage,  as  will  be  shown  below 
(p.  626). 

2.  OTHER  ATTEMPTS  TO  ELIMINATE  4t 

The  demand  for  a  rationalization  of  the  units  has  increased  as 
electric  waves  have  come  into  prominence,  requiring  the  simulta- 
neous use  of  more  parts  of  electromagnetic  theory  than  other 
phenomena  require.  In  1900  the  American  Institute  of  Electrical 
Engineers  adopted  a  recommendation  to  bring  up  the  matter  at 
the  next  international  electrical  congress. 

There  have  been  a  nimiber  of  attempts  to  evade  the  4T  difficulty 
without  recourse  to  the  Heaviside  system,  which  would  require 
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tee  to  prepare  a  report  on  magnetic  units  and  published  his  pro- 
posal "  in  1891.  The  idea  was  to  define  a  new  unit  of  permeability 
so  as  to  make  ^^ = 4T  x  lo-*.  The  unit  of  5  was  to  be  the  ampere- 
turn,  of  H  the  ampere-turn  per  centimeter,  and  of  ^  and  B  lo* 
times  the  cgs  electromagnetic  units.  These  units  permitted  the 
retaiTiing  of  the  equation  B^yJI,  tmchanged  in  form.  They  also 
gave  the  following  simplified  equations : 

g  =«  AT/ .  (7  being  in  amperes) . 

^-E(votts). 

The  4ir  is  eliminated  from  the  first  of  these  equations  and  the 
factor  lo*  from  the  second.  These  units  do  not  furnish  a  satis- 
factory solution  to  the  diflBculty  because  of  the  change  in  the 
value  of  M-  The  convenience  of  having  m=  i  for  the  ether  or  for 
air  has  been  too  great  to  be  sacrificed. 

Since  Perry's  proposal,  the,  same  or  nearly  the  same  idea  has 
been  suggested  by  several  different  persons.  F.  G.  Baily  "  made 
the  identical  suggestion  in  1895.  In  1900  R.  A.  Fessenden  "  pro- 
posed that  Mo  be  taken  «4t,  and  that  similarly  a  new  unit  for 

dielectric  constant  be  defined  such  that  Kq^ — •    The  unit  of  i* 

was  to  be  the  cgs  electromagnetic  unit,  and  the  unit  of  5 10  ampere- 
turns.  This  proposal  redistributed  the  4t's  in  the  electric  and 
magnetic  equations  just  as  the  Heaviside  tmits  do.  Objections  to 
giving  Mo  and  Ko  values  different  from  i  has  prevented  acceptance 
of  this  system,  just  as  in  the  case  of  the  Perry  tmits. 

The  system  proposed  by  Fessenden  involved  the  abandonment 
of  the  ohm,  ampere,  and  other  "practical"  tmits  and  the  use  of 
cgs  electromagnetic  units  instead.  A  modification  of  Fessen- 
den's  system  was  suggested  by  J.  A.  Fleming."  The  value  of 
Mo  was  taken «4ir,  as  in  Fessenden 's  sjrstem,  and  the  "practical" 
multiples  of  the  cgs  tmits  suggested  by  Heaviside  were  used;  that 
is,  the  unit  of  resistance  was  to  be  lo*  cgs  electromagnetic  tmits, 
the  tmit  of  current  i  cgs  tmit,  etc.  The  single  mtiltiplier  10  •  was 
to  be  used.    The  advantaige  of  these  proposed  tmits  is  slight  com- 
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pared  with  the  inconvenience  of  abandoning  those  at  present  in 
use. 

It  was  shown  by  G.  Giorgi"  in  1901  that  an  entire  system  could 
be  built  up  about  the  idea  of  Perry  retaining  the  ordinary  imits 
such  as  the  ohm  and  the  volt.  The  same  system  was  proposed  a 
little  later  by  T),  Robertson.  Giorgi  called  it  the  "absolute  prac- 
tical "  system,  because  it  is  a  single  coherent  system  utilizing  the 
"practical"  electric  tmits.  The  system  has  a  imique  dimen- 
sional basis,  the  fundamental  quantities  being  length,  mass,  time, 
and  electric  resistance.  As  the  tmits  of  these  he  chose  the  meter, 
the  kilogram,  the  second,  and  the  international  ohm.  This  system 
is  rationalized — that  is,  the  4  it's  are  redistributed — exactly  as  in 
the  Heaviside  and  the  Fessenden  systems.  There  is  a  very  com.- 
plete  correspondence  of  the  electric  and  magnetic  equations. 
Because  of  the  symmetry  and  consistency  of  the  system,  Giorgi 
was  led  to  give  the  same  name  to  tmits  having  the  same  dimen- 
sions; for  example,  henry  for  inductance  and  for  permeance, 
ampere  for  cmrent  and  for  magnetomotive  force.  He  wotild  also 
express  both  energy  and  torque  in  joules.  "Such  terminology  is 
misleading,  as  pointed  out  above;  ampere-ttun  is  a  much  better 
name  for  the  unit  of  magnetomotive  force,  reserving  ampere  for 
cmrent. 

Many  of  the  units  are  those  at  present  in  use.  A  few,  like  the 
cotilomb  per  square  meter  and  the  ampere-ttim  per  meter,  are 
not  used.  The  weber  is  not  used,  being  too  large  a  unit  for  the 
reqtiirements  of  practice.  The  units  of  K  and  m  are,  of  course, 
the  least  satisfactory.  They  are  so  chosen  that  1^0  =  8.842  x  lo"" 
and  Mo  =  1.2566  Xio"'.  The  Heaviside  system  is  preferable  in 
this  respect,  since  it  makes  /Co  =  i  and  Mo=»  i.  The  superiority  of 
the  Giorgi  system  is  its  retention  of  the  ordinary  "practical" 
tmits  for  the  principal  electric  quantities.  Its  equations  also  are 
slightly  more  simple  in  form  than  the  Heaviside  equations,  since 
the  factor  c  is  not  reqtiired  in  &^NI  and  other  equations  involving 
both  electric  and  magnetic  quantities.  In  its  completeness  and 
consistency  the  Giorgi  system  is  admirable.     Its  advantages,  how- 
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M.  AscoU  has  recently  shown  *•  that  it  is  possible  to  frame  a 
system  which  retains  the  ordinary  "practical"  units  for  certain 
quantities,  but  is  based  on  the  meter,  kilogram,  second,  and  a*o  =  i ; 

u  VEkttrotecnica»  9,  p.  731, 19x5.    (Tnmilation  by  S^nndly  in  Blec.  World,  67,  p.  876, 19x6.) 
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by  inserting  a  numerical  factor  X  in  the  equation  F—-t^  (F  is  the 

force  on  a  magnetic  pole  m  at  distance  /  from  the  infinitely  long, 
straight  ciurent  I).  He  states  that  this  quantity  X  is  a  fifth 
fundamental  quantity  in  a  S3rstem  of  electric  and  magnetic  tmits. 
This  does  not  seem  justified,  for  X  is  not  a  physical  quantity  or 
property.  It  is  merely  a  numerical  constant,  of  the  same  standing 
as  a  constant  a  wotild  be  in  the  relation  between  current  and 

quantity  of  electricity,  thus,  /— ^.    It  does  not  lead  to  any  useful 

result  to  give  X  a  value  different  from  unity.  In  the  system  which 
Ascoli  proposes  (not,  of  coiu-se,  for  practical  use),  X  — io'^«=»3i62. 
The  magnetic  imits  have  peculiar  magnitudes  in  this  system.  The 
unit  of  H,  for  instance,  is  V^o  cgs  electromagnetic  tmits.  Since  this 
system  gives  new  tmits  of  incommensurable  values  and  makes  cer- 
tain equations  more  complicated,  there  does  not  seem  to  be  any 
justification  for  the  tmusual  asstmiption  on  which  it  is  based. 
This  system  does  not  affect  the  4X  situation  at  all;  it  is  like  all 
the  other  systems  discussed  in  this  section  merely  in  that  it  modi- 
fies the  accepted  equations  and  tmits. 

The  only  writer  at  the  present  time  (so  far  as  the  author  has 
fotmd)  who  uses  imits  such  that  Ko  and  Mo  contain  the  factor  4T 
is  Prof.  V.  Elarapetoff .  He  makes  use  of  the  international  ohm 
and  ampere  as  ftmdamental  units,  uses  the  ampere-turn  for  3  and 
the  cgs  units  for  <t>  and  B.  In  building  up  the  system  of  units,  he 
removes  the  factor  4X  from  certain  defining  equations,  resulting 
in  new  units  of  K  and  At.  The  relation  of  these  units  to  4ir  is 
regarded  by  Prof.  Karapetoff  as  piu-ely  an  incidental  or  historical 
matter.  This  system  has  a  commendable  simplicity .  It  involves 
few  changes  from  the  ordinary  units.  The  4ir's,  of  course,  require 
caution,  as  their  removal  from  certain  equations  means  their 
reappearance  in  certain  others.  This  system  gives  the  most  logi- 
cal basis  for  magnetic  units  of  the  Perry  type  (mo  and  Ko  different 
from  unity),  in  that  it  takes  the  international  ohm  and  ampere  as 
starting-points  in  the  system  instead  of  11  or  K. 

All  of  these  proposals  to  eliminate  4ir  without  recourse  to  the 
Heaviside  system  have  involved  the  incorporation  of  4X  in  the 
value  of  n.  The  fundamental  features  of  the  various  systems  are 
compared  in  the  following  table: 
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Proposals  Regarding  Magnetic  Units 
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Authorot 
pioponl 

/<e 

Unit  of  masn«to- 
moUvefoice 

Unit  of  flux 

Remarks 

1>«rr« 

4irX10"»... 
4v 

Ampere-tum 

10  unpore-tiinis.k 

A>. 

100  cg8  etoctromagnoUc 
1  c{s  oloctxonuicziotic 

do 

ii:,-^  •lectrortatlc. 

nmlnc.. 

OloigL 

4r 

CgiqrBtem  xatkoalixed. 

/Unttoti?-10*cgi. 
\Uiiitof/-lcgi. 

/Ji^-8^2X10^«electroetatlc 
V'Praettcal''syitemratkmaUx«d. 

iCo-^  tlMtmtetlc. 

4irX10r'... 
4x 

10* 

do 

100  cgs  electromagnetic 
1  cgs  electioiiiagnetlc. . 

K«iwetotf» 

oThe  values  of  /lo  and  Ko  are  not  fmidamental,  but  derived,  in  the  Earapetoff  system.  They  tesolt 
from  the  use  of  the  ampere  and  ohm  as  fundamental  units  together  with  the  elimination  of  4r  from  oefw 
tain  equations. 

3.  THB  TWO  SBTS  OF  MAGKBTIC  UIHTS 

As  pointed  out  at  the  beginning  of  Section  III,  two  sets  of  mag- 
netic units  are  actually  in  use,  both  being  derived  from  the  inter- 
national electric  units.  The  point  of  departure  between  the  two 
is  magnetomotive  force,  the  unit  being  the  gilbert  in  one  set  of 
units  and  the  atnpere-tmn  in  the  other.  The  ampere-tiun  is  in 
widespread  use,  particularly  among  those  who  work  with  mag- 
netic apparatus.  It  has  usually  been  regarded  as  an  isolated  tmit 
rather  than  a  member  of  a  system.  It  will  be  shown  here  that 
its  use  leads  very  simply  to  a  complete  set  of  magnetic  tmits, 
which  are  furthermore  rationalized  at  least  as  satisfactorily  as  the 
Heaviside  tmits. 

The  ampere-tmn  is  a  very  convenient  unit  of  mmf ,  the  mmf  in 
a  magnetic  circuit  being  equal  to  the  product  of  the  nxunber  of 
amperes  by  the  number  of  tiuns  of  the  electric  circuit  linking  the 
magnetic  circuit  The  magnetic  potential  diflference  along  a  part 
of  tiie  magnetic  circuit  can  be  expressed  in  ampere- tiuns  also,  just 
as  volts  can  be  used  to  express  the  electric  potential  diflference 
between  two  parts  of  a  circuit  as  well  as  the  total  emf  induced  in 

the  circuit.    The  ampere-tum  is  equal  to  —  gilberts,  and  both 

may  be  used  for  mmf's  or  for  mpd's  produced  otherwise  than  by 
electric  currents,  just  as  the  **  pound  "  is  used  as  a  unit  for  forces 
produced  otherwise  than  by  gravity. 

From  the  ampere-tum  is  derived  the  ampere-tum  per  centi- 
meter as  the  unit  of  H.    This  is  a  very  useful  unit,  but  the  name 
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"ampere-turn  per  centimeter"  may  be  misleading;  a  new  name 
would  be  desirable.  H  inside  a  solenoid  is  not  equal  to  the  product 
of  the  nxmiber  of  amperes  by  the  nimiber  of  turns  per  centimeter 
of  winding,  except  in  the  case  of  a  torus  or  a  very  long,  single-layer 
solenoid.  The  **per  centimeter"  in  the  name  of  this  imit  does 
not  apply  to  "  turn  "  but  to  "  ampere-turn" ;  that  is,  in  a  magnetic 
circuit,  H  at  any  point  is  the  magnetomotive  force  per  unit  dis- 
tance along  the  magnetic  circuit  at  that  point.  The  unit  of  mmf 
being  the  ampere-tmn,  the  imit  of  H  is  Hius  the  ampere-turn  per 
centimeter  of  the  magnetic  circuit.  Prof.  Karapetoff  has  sug- 
gested the  name*'  atcen  "  as  a  convenient  abbreviation  for  ampere- 
turn  per  centimeter.  A  possible  objection  to  this  term  is  that  its 
formation  suggests  a  product  (as  in  such  words  as  foot-pound) 
instead  of  a  quotient,  which  the  "  per  "  indicates.  It  has,  however, 
the  advantage  of  brevity,  and  is  readily  understood. 

Table  6  gives  the  two  sets  of  magnetic  units.    The  relations 
involving  the  ampere-turn  are  here  extended  to  form  a  complete 


TABLE  6 
The  Two  Sets  of  Magnetic  Units 


QtumUty 


Ordinary 


Untt 


Ampere-turn  tuUia 


Unit 


Eqnatloiu 


Ofdbuuy 
ampere-tiixB 


3. 
H. 


Gilbert 

Gilbert  per  cm. 
MaxweU 


[Maxwell   per 

cm* 
Gauss 


10^ 

^«10»jEdt 

'dS'"' 
B=mH.... 


Ampere-turn.. 

f  Ampere-turn 

[    per  cm 

MaxweU 


{MaxweU   per 
cm* 
Gauss 


Oersted. 


«-i. 


TAmpere-turn 
\    per  maxwell 


^"fjS  '"" 


/=*H I 


3=NI .... 


H" 


d^ 


ds-" 
0=lO8jEdt 


B'-YO^. 


n 


R-3 


10/ 
4xmS- 

\b^b,+j 


At 
10 
Ax 
10 

1 


4t 

10 


4r 
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^jrstem,  alternative  to  the  ordinary  magnetic  units.  The  table  is  a 
supplement  to  Table  i ;  the  equations  are  based  on  the  four  f tmda- 
mental  units,  the  international  ohm,  international  ampere,  centi- 
meter, and  second.  In  addition  to  these  magnetic  tmits,  a  few 
isolated  tmits  are  also  in  use,  employing  the  inch  mstead  of  the 
centimeter. 

4.  THB  AMPBRE-TURN  UIOTS 

The  units  of  the  second  set  in  Table  6  are  similar  to  those  of 
Perry,  Fessenden,  and  Elarapetoff,  with  the  very  important  dif- 
ference that  Mo  "I*  ^^d  *h^^  ^^  ^^w  or  strange  imits  are  intro- 
duced. The  only  novelty  is  the  presentation  of  the  equations 
required  to  make  the  ampere-turn  fit  in  with  the  units  of  other 
magnetic  quantities.  It  fortimately  turns  out  that  these  equa- 
tions contain  the  factor  4ir  in  appropriate  places.  In  a  sense,  the 
system  is  more  conveniently  "rationalized"  than  the  Heaviside 
system. 

The  use  of  the  same  imit  for  magnetic  pole  strength  and  for 
flux  is  not  common,  because  the  two  quantities  are  not  equal 
ntunerically  in  the  ordinary  units.  It  has,  however,  been  sug- 
gested by  the  authors  of  systems  in  which  the  units  are  rational- 
ized, as  the  two  quantities  have  the  same  ph}^ical  nattuie.  In 
analogous  fashion,  dielectric  displacement  and  electric  charge 
density  are  physically  similar,  and  the  same  imit  is  used  for  both. 
The  use  of  the  maxwell  as  the  unit  of  m  leads  to  the  important 
consequence  that  /  is  expressed  in  the  same  tmit  as  the  physi- 
cally similar  B,  This  usage  results  in  changing  the  equation 
B=Bq  +4X  /  into  the  simpler  B  ^B^  +/.  Some  of  the  equations 
are  thus  simplified,  not  by  introducing  new  units,  but  by  using 
the  ordinary  tmits  for  quantities  to  which  they  have  not  commonly 
been  applied. 

In  the  ampere-turn  units  of  Table  6  the  4t  has  been  removed 
from  every  equation  which  contained  it  when  using  ordinary 
units.  It  will  also  be  noted  that  in  the  equations  given  in  ampere- 
turn  units  4x  occurs  only  in  the  factor  —  in  connection  with 

fi  or  K.    This  factor  in  B  «  — uH  does  not  mean  an  addition  of 
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solenoid,  the  4T  can  not  be  escaped  in  the  calculations.  That  it 
is  legitimate  in  every  way  to  have  4ir  in  the  relation  between 
B  and  H  is  suggested  by  the  analogous  relation  in  electrostatics, 

Z?  -—  K^.    Similarly,  the  equation  for  permeance,  the  reciprocal 

of  reluctance,  u  —      ^»  is  analogous  to  the  equation  for  capacity 

I   KS 
of  a  plate  condenser,  C— t-*    The  fact  that  4ir  appears  in  the 

numerator  in  the  magnetic  relations  and  in  the  denominator  in 
the  electrostatic  relations  is  of  no  ph3^ical  significance,  but 
explains  the  appearance  of  the  factor  (4ir)'  in  the  equations 
below,  pertaining  to  magnetic  poles.  The  equations  on  the  left 
are  in  ordinary  magnetic  tmits  and  on  the  right  in  ampere-turn 
units. 


0— 

W 
0  - 10^  —  (PT  in  joules) 


0-io>^(H^  in  joules) 
„       10    m 

m/f  — 10 F  {Fin  dynes) 
I     mm' 


^^T^^  1^ 


mH'^F  (Fin  dynes) 
—    mm 

The  awkward  factors  on  the  right  are  not  a  source  of  incon- 
venience in  calculations  because  tiiese  equations  are  of  no  tech- 
nical importance  whatever.  These  equations  are  not  even  essen- 
tial to  the  theoretical  development  of  the  international  system, 
as  shown  in  Table  i.  In  the  Heaviside  and  all  other  rationalized 
systems  the  4x  is  removed  from  equations  used  in  practice  and 
relegated  to  these  equations.  In  fact,  the  factor  (4ir)*  really  occurs 
in  the  Giorgi  and  similar  systems  just  as  it  does  here,  although  it 
does  not  appear  so  because  one  4T  is  incorporated  in  the  value  of  fju 
Those  systems  also  possess  an  apparent  superiority  over  the  ampere- 
turn  system  in  eliminating  the  4T  from  some  of  the  equations  for 
calculating  inductance  and  capacity..  This  apparent  advantage 
is  illusory,  since  the  4x  is  in  those  systons  existent  in  the  ntunerical 
values  of  /i  and  of  K,  and  so  ntunerical  calculations  would  have  to 
deal  with  it.  In  the  present  system  fi  and  K  preserve  their  ordi- 
nary values,  and  —  accompanies  /i  in  the  formal  equations. 
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The  removal  of  4ir  from  the  first  equation  of  Table  6  is  of  par- 
ticular importance,  as  the  same  change  applies  to  other  forms  of 
the  same  law.  This  is  the  first  law  of  electromagnetism,  and 
gives  the  mathematical  relation  between  electric  current  and  the 
magnetic  field  associated  with  it.  Each  of  the  forms  given  below 
is  used  by  some  writers  as  the  expression  of  the  essential  electro- 
magnetic relation.  The  equations  on  the  left  are  in  the  ordinary 
magnetic  tmits  and  those  on  the  right  in  ampere-turn  tmits.  In 
the  latter  tmits  4T  has  been  removed  from  every  equation 
which  contained  it  in  ordinary  units  and  has  been  put  into  certain 
others. 


10 
C« —  (w— solid  angle). 

X'Hds^— I      (IJi^gr^tion    is 
10     once   completely 
around  the  current.) 
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H- 

4tNI 
10  L 
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Perhaps  the  most  striking  difference  between  this  and  previous 
systems  of  units  is  the  shift  of  4T  in  the  equations 

B~^^  (I) 

0«m  (2) 

These  equations  are  thus  made  more  exactly  analogous  to  the 
electric  equations 

D-^,  K^  (3) 

JjDdS-^Q  (4) 

It  is  perfectly  legitimate  and  indeed  preferable  to  have  the  4^  in 
the  first  equation  of  each  pair,  B  and  H  being  phyacally  different 
quantities  (likewise  D  and  &) ;  and  to  have  it  removed  from  the 
second  equation  of  each  pair  since  the  quantities  on  both  sides  of 
the  equation  are  physically  similar.  Thus,  B  and  H  are  not  ntuner- 
ically  equal  in  nonmagnetic  media,  and  there  is  little  tendency  to 
regard  them  as  physically  the  same  quantity  and  measurable  in  the 
same  unit.  There  is  not  much  likelihood  that  a  single  name  will  be 
used  to  mean  both  maxwell  per  square  centimeter  and  ampere-timi 
per  centimeter,  as  "gauss"  has  been  used  for  the  ordinary  imits  of 
B  and  H.  The  4T  in  the  relation  between  D  and  &  has  similarly 
assisted  in  preventing  confusion  over  their  physical  nature. 

In  Heaviside  tmits  the  4T  is  removed  from  all  the  equations 
(i)  to  (4).  This  makes  electric  displacement  in  a  vacuum  muneri- 
cally  equal  to  electric  field  intensity.  These  two  quantities  may 
then  be  confused  in  their  physical  meanings,  precisely  as  magnetic 
induction  and  magnetizing  force  have  become  confused  as  a  result 
of  their  munerical  equality  in  ordinary  tmits.  It  is,  of  cotu-se, 
legitimate  and  is  mathematically  convenient  to  make  two  different 
physical  quantities  have  the  same  numerical  value,  but  it  is  often 
misleading  and  troublesome.  It  would  therefore  appear  that  in 
the  ampere-turn  equations  the  4t's  are  more  advantageously  dis- 
tributed than  in  the  Heaviside  system. 

It  is  interesting  to  note  that  in  the  fourth  edition  (191 1)  of  his 
Theorie  der  Elektrizitat,  M.  Abraham  effects  a  slight  rationaliza- 
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tion  of  units  by  defining  a  new  trnit  of  dielectric  displacement 
by 

D^Ke.  (3O 

This  leads  to  JfDdS^4irQ  (4O 

These  are  symmetrical  with  the  two  magnetic  equations  in  ordi- 
nary miits: 

B-mH  (iO 

<t>'=4inn  (2O 

The  miits  were  defined  in  this  same  way  by  A.  G.  Webster  in  his 
book,  The  Theory  of  Electricity  and  Magnetism  (1897).  He,  how- 
ever, gave  the  name  "induction"  to  the  quantity  defined  by  K^. 
According  to  the  view  expressed  above,  these  tmits  put  the  4ir  in 
the  least  favorable  place,  both  in  the  electric  and  the  magnetic 
equations.    Abraham  mentions  as  an  advantage  of  these  units 

that  they  take  the  4v  out  of  the  usual  relation,  curl  H»4t  -jp 

making  it 

which  is  thus  symmetrical  with 

IP         ^^ 
curiC--^- 

This  advantage,  however,  may  also  be  credited  to  the  ampere-turn 
units. 

The  characteristics  of  iron  are  very  commonly  shown  by  means 
of  curves  in  which  the  ordinates  are  B  in  gausses,  and  the  abscissas 
are  H  either  in  gilberts  per  centimeter  or  in  ampere-turns  per 
centimeter.  A  distinction  must  be  observed  in  interpreting  the 
curves  in  the  two  cases.  When  the  abscissas  are  in  gilberts  per 
centimeter,  the  ratio  of  ordinate  to  abscissa  for  any  point  on  the 
curve  is  equal  to  Mi  the  permeability.  When  ampere-turns  per 
centimeter  are  used,  /i  is  not  equal  to  the  ratio  of  ordinate  to 

abscissa,  but  is  —  times  that  ratio. 
4x 
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The  infonnation  actually  wanted  for  iron  is  sometimes  the  ratio 
of  B  to  Bo  {Bo  being  the  induction  in  a  nonmagnetic  substance 
with  the  same  H)  rather  than  the  ratio  of  B  to  H.  This  would 
apply  to  transformer  iron,  for  example.  Consequently,  magnetic 
curves  may  be  plotted  with  both  ordinates  and  abscissas  in  gausses. 
The  ratio  of  ordinate  to  abscissa  for  any  point  equals  the  permea- 
bility, entirely  independently  of  any  choice  of  H  units.     This 

follows  because  d" " ^»  and  Mo - 1. 

This  discussion  of  the  ampere-turn  units  is  presented  purely  for 
the  information  of  those  interested  in  units.  It  is  not  intended 
to  suggest  that  the  Bureau  wtll  discard  the  gilbert  in  favor  of  the 
ampere-turn  in  its  own  work.  Both  sets  of  magnetic  units  have 
been  found  useful,  and  both  will  doubtless  continue  in  use« 

V.  SUMMARY 

The  electric  units  ordinarily  used  are  based  upon  certain  stand- 
ards defined  by  international  congresses.  These  units  may  be 
considered  to  form  a  distinct  system.  They  have  been  c^ed 
international  tmits  to  distinguish  them  from  the  corresponding 
units  in  the  electromagnetic  system,  of  which  they  are  the  repre- 
sentatives for  the  purposes  of  electrical  measurements.  The 
international  and  the  electromagnetic  units  di£Fer  by  exceedingly 
small  amotmts,  and  the  small  differences  are  determined  by  abso- 
lute electrical  measm-ements  made  from  time  to  time.  The  inter- 
national system  takes  the  international  ohm,  the  international 
ampere,  the  centimeter,  and  the  second  as  fimdamental  units. 
The  unit  of  magnetic  pole  strength  is  relegated  to  a  subordinate 
position,  corresponding  with  its  imimportance  in  practical  work. 
The  dimensional  expressions  of  electric  and  magnetic  tmits  in  this 
system  have  a  simplicity  and  direct  applicability  lacking  in  other 
systems.  The  system  has,  however,  no  such  simplicity  or  utility 
in  the  domain  of  mechanics  nor  anywhere  except  in  electricity  and 
magnetism.     It  in  no  way  tends  to  supplant  the  classical  system 
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the  san^  There  are  reasons,  however,  for  considermg  them  to 
have  an  essentially  different  nature,  induction  corresponding  tp 
the  ma^etized  state  of  the  medium,  and  magnetizing  force  being 
the  agency  tending  to  produce  that  state.  Tl^  objections  to  using 
the  same  name  for  units  of  different  physical  quantities  have  been 
presented.  The  double  use  of  ''gauss"  is  an  inconvenience  in 
practice. 

There  have  been  various  proposals  from  time  to  time  to  ra- 
tionalize the  electric  and  magnetic  units;  that  is,  to  use  tmits  such 
as  to  redistribute  the  factor  4T  in  the  equations.  In  no  system 
is  this  factor  entirely  eliminated.  The  first  proposal,  that  of 
Heaviside,  had  much  to  recommend  it  and  his  units  are  used  in 
some  recent  theoretical  works.  However,  all  the  units  are  dif- 
ferent by  some  power  of  4T  from  the  ordinary  units,  and  their 
general  adoption  now  seems  out  of  the  question.  Proposals 
since  Heaviside's  for  the  rationalization  of  the  tmits  have  in- 
volved less  change  of  existing  units  but  have  all  had  the  dis- 
advantage of  incorporating  ^w  in  the  values  of  the  permeability 
and  dielectric  constant  of  empty  space. 

A  very  satisfactory  rationalization  is  effected  by  the  use  of 
the  ampere-tum  as  the  unit  of  magnetomotive  force,  without 
recourse  to  any  new  units.  There  are  two  sets  of  magnetic  imits 
in  use,  based  upon  the  international  electric  units.  In  one  set 
the  imits  correspond  in  magnitude  to  the  ordinary  cgs  electro- 
magnetic tmits.  In  the  other,  the  ampere-tum  and  derived  units 
are  used.  The  equations  required  to  make  the  ampere-tum  fit 
in  with  the  tmits  of  other  magnetic  qtiantities  have  been  given 
herein.  For  want  of  a  better  name,  the  tmits  of  this  set  are  called 
ampere-turn  tmits.  It  has  been  pointed  out  that  the  ampere- 
tum  tmits  are  rationalized  more  nearly  like  the  Heaviside  tmits 
than  any  of  the  systems  which  have  been  proposed,  in  that  /a^ 
retains  its  value  tmity.  Prom  one  standpoint  the  4x's  are  even 
better  distributed  than  in  the  Heaviside  system.  It  is  of  inter- 
est to  find  that  tmits  actually  in  use  constitute  a  S3rstem  which 
is  not  at  all  inferior  to  thfe  variousT>roposed  systems.  This  pres- 
entation of  the  ampere-ttun  tinits  has  been  given  as  a  contribu- 
tion to  the  discussion  of  magnetic  units,  and  in  no  sense  as  a 
proposal  to  discontinue  the  use  of  the  gilbert  and  other  more 
common  units. 
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In  conclusion,  this  study  has  shown  that  the  international 
system,  based  upon  and  representing  the  electromagnetic  sys- 
tem, is  a  convenient  and  satisfactory  system  of  units  for  the 
purposes  of  electric  and  magnetic  measurements.  Proposed 
changes  in  some  or  all  of  the  tmits  do  not  appear  to  offer  advan- 
tages such  as  to  justify  the  confusion  and  inconvenience  of  chang- 
ing the  imits  as  ordinarily  used. 

Washington,  May  22,  1916. 
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APPENDIX 


SYMBOLS  USBD 


B  «  magnetic  induction. 
C= electrostatic  capacity, 
c  =»  velocity  of  light. 
D  =  electric  displacement. 
E = electromotive  force. 
£/ — electric  field  intensity. 
F  =  force. 

5 = magnetomotive  force. 
H = magnetizing  force. 
/= current. 

J  =  intensity  of  magnetization. 
K  =  dielectric  constant. 
Ko  =  dielectric  constant  of  space. 
L=/==  length. 
L  «  L  »  setf-inductance. 
M  =«mass. 

111/ = Af  =  mutual  inductance, 
fn  =  magnetic  pole  strength. 
iV  =  number  of  turns. 
P— power. 


Q  «  quantity  of  electricity. 
-R=  resistance. 
E= reluctance. 

r  »  distance  from  a  point. 
5  =  area. 

s  =»  length  along  a  path. 
r=/  =  time. 
£7 = current  density. 
F = electric  potential. 
PT- energy. 
Z«  impedance. 

7 = conductivity. 

b = mass  resistivity. 

K  =  magnetic  susceptibility. 

M = permeability. 
Mo  =  permeability  of  space. 

p = volume  resistivity. 

(T  »strengthof  amagneticshelL 

<^»  magnetic  flux. 

Q  »  magnetic  potential. 
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I.  INTRODUCTION 
1.  PRBLIMINART 

The  polarimetric  constants  of  the  sugar  group  are  in  but  few 
instances  known  with  certainty.  Recently  the  Bureau  of  Stand- 
ards has  undertaken  to  ascertain  these  values  with  the  requisite 
precision  and  has  published  certain  important  data  upon  sucrose. 
The  substance  studied  in  the  present  paper,  namely,  dextrose,  is 
important  because  of  its  wide  distribution  in  nature  and  its  com- 
mercial utiUty. 

The  purpose  in  view  in  studying  dextrose  was  threefold.  First 
The  purified  substance  was  added  to  the  list  of  standard  samples  ^ 
of  this  Bureau  as  a  standard  reducing  sugar,  in  order  to  assist  in 
standardizing  reducing  sugar  analysis.  It  was  therefore  necessary 
that  the  purification  and  the  properties  of  the  substance  should 

i  Bureau  of  StandardiCircnkr  No.  sj. 
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receive  as  thorough  a  study  as  is  the  case  with  the  other  standard 
samples.  Second.  The  normal  weight  required  to  be  determined  in 
order  that  the  quartz-wedge  saccharimeter  might  become  available 
in  analyzing  the  substance.  Third.  Its  rotation  of  monochromatic 
light  required  further  study.  Bates '  has  shown  that  the  yellow- 
green  line  of  the  mercury  spectrum  (X  =  546iA)  possesses  many 
advantages  over  the  D  lines  of  sodium  light,  and  consequently  this 
Bureau  has  advocated  expressing  rotation  in  terms  of  this  wave 
length. 

2.  mSTORICAL 

Previous  to  1876  a  number  of  determinations  were  made  of  the 
specific  rotation  of  dextrose  before  it  was  realized  that  the  values 
obtained  were  fimctions  of  the  concentration  of  the  solution.  In 
1876  Tollens'  systematically  studied  the  rotation  and  discovered 
the  considerable  variation  with  concentration.  From  his  data  he 
prepared  an  interpolation  formula  in  terms  of  dextrose  hydrate. 

In  1884  he  *  extended  his  measurements  over  the  entire  range 
of  concentrations  and  recalculated  his  previous  formula  in  terms 
of  anhydrous  dextrose.     He  expressed  his  first  measurements  by 

the  formula    a   =52.71795 +o.oi8796/> +0.00051683/)',  where  p 

is  per  cent  of  anhydrous  dextrose.  The  second  series  of  meas- 
urements revealed  apparently  an  error  of  about  a  quarter  of  a 
degree  in  the  formula,  and  this  amount  was  consequently  deducted 
from  the  constant  term.  The  resulting  figure  was  then  rotmded 
oflf  to  52.50,  leaving  the  interpolation  formula 


Hr 


52.50+0.018796/) +o.ooo5I683/)^ 


Since  this  measurement  no  systematic  study  has  been  made  of  the 
rotation  of  dextrose. 

The  very  divergent  values  which  have  been  suggested  for  tlw 
normal  weight  are  summed  up  by  Browne.*  The  entire  range, 
including  Browne's  own  computation,  extends  from  32.25  g  to 
32.82  g,  the  extreme  variation  being  about  2  per  cent.  The  sug- 
gested value  of  the  normal  weight  has  in  each  instance  been 
obtained  by  computation. 
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by  direct  determination  that  the  relation  between  the  rotation  on 
the  saccharimeter  with  white  light  and  the  monochromatic  rota- 
tion was  expressed  by  the  formula  1^^-0.3448  ±0.0008  circular 
degrees  (soditmi  light).  He  then  substituted  the  value  34.48  for  a 
in  his  formula  and  obtained  28.88  per  cent  as  the  concentration 
of  the  solution  which  would  rotate  loo^F  on  the  saccharimeter. 
If  28.88  is  substituted  for  />  in  ToUens'  formula,  we  find  53^473 
for  the  specific  rotation  of  the  normal  solution.  Such  a  solution 
contains  32.65  g  dextrose,  which  is  thus  the  normal  weight  sug- 
gested. Inasmuch  as  the  specific  rotation  varies  with  concentra. 
tion,  he  proposed  a  different  normal  weight  for  each  concentration, 
a  preliminary  assay  being  necessary  to  determine  the  approximate 
concentration. 

Sidersky  ^  assumed  for  dextrose  the  same  rotary  dispersion  as 
for  sucrose  (although  Landolt's  previous  statement  was  to  the 
contrary) .  He  selected  52?8o  as  the  specific  rotation  of  the  normal 
solution  and  calculated  the  normal  weight  from  the  inverse  ratio 
of  the  specific  rotations  and  the  normal  weight  of  sucrose  (26.00  g) . 
He  found  for  the  normal  weight  32.82  g. 

From  ToUens'  equation  52?8o  proves  to  be  the  specific  rotation 
of  a  12.14  per  cent  solution  of  dextrose  which  is  very  far  from 
the  concentration  of  the  normal  solution  on  the  basis  of  the 
Herzfeld-Schonrock  calibration. 

Tucker ,•  making  similar  assumptions  but  taking  the  value  53 
for  the  specific  rotation  of  dextrose,  foimd  32.6?  g  for  the  normal 
weight. 

Browne*  performed  the  calculation  more  carefully.  He 
recalculated    Tollens'    formula   to    the    more   convenient  form 


Hi 


52.50+0.0277  c +0.00022  c'  and  by  successive  approxima- 


tions found  the  exact  specific  rotation  of  the  normal  solution. 
The  normal  weight  was  then  calculated  at  first  from  the  ii^erse 
ratio  of  specific  rotations  of  sucrose  and  dextrose.  To  correct 
for  the  difference  in  rotation  dispersion  between  sucrose  and 
dextrose,  he  used  Landolt*s  equation;  i®F=o?3448  circular 
degrees  (sodium  light)  and  found  for  the  normal  weight  32.248 
g  in  100  true  cubic  centimeters.  He  advised  using  at  all  concen- 
trations this  uniform  normal  weight.    When  the  concentration 
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Browne's  calculation  is  rigorously  correct  as  far  as  the  available 
data  permit.  It  is,  however,  based  upon  experimental  values 
which  in  themselves  are  far  from  certain.  Considering  Ae  devia- 
tion between  Tollens'  first  and  second  series  of  experiments  and 
the  advances  made  in  polariscopic  apparatus  in  the  last  30  years, 
it  seems  probable  that  new  data  would  yield  more  reliable  values. 

Landolt's  data*®  on  the  relation  between  i°F  and  circular 
degrees  of  sodium  Kght  is  also  open  to  question.  This  value  to 
which  LaQdolt  ascribes  an  uncertainty  of  ±.0008  was  obtained 
in  1866  upon  a  saccharimeter  illuminated  with  white  Kght.  Since 
no  mention  is  made  of  the  use  of  a  bichromate  solution  filter,  it  is 
probable  that  it  was  not  used,  especially  since  the  latter  did  not 
come  into  general  use  until  nearly  40  years  later.  The  presence 
of  the  light  filter  would  cause  a  considerable  variation  in  this 
value. 

Recently  Bates  and  Jackson  "  have  made  a  study  of  the  rota- 
tion of  the  normal  sucrose  solution  which  is  the  fundamental 
standard  for  the  himdred-degree  point  of  the  saccharimeter. 
They  found  that  the  existing  standard — ^namely,  that  established 
by  Herzfeld  and  Schdnrock — ^was  about  o.i  per  cent  too  high. 
Bates  and  Jackson  by  a  series  of  careful  determinations  found 
that  the  conversion  factor  for  X  — 5892.5  A  was  34?62o  and  for 
X  — 5461.  A  40?690. 

n.  PREPARATION  OF  PURE  DEXTROSE  AND  OF  DEXTROSE 

SOLUTIONS 

1.  PURinCATION  OF  DEXTROSE 

The  material  used  for  the  preparation  of  piu^  dextrose  was 
obtained  from  three  sources;  crude  commercial  glucose,  Merck's 
"  Highest  Purity  "  dextrose,  and  aa  invert  sugar  solution. 

The  purest  form  of  commercial  glucose  which  could  be  obtained 
was  «i  brownish-colored  granular  substance  which  was  sold  under 
the  trade  name  of  "Cerelose."  The  crude  sugar  contained  87.2 
per  cent  dextrose,  3.9  per  cent  of  nonfermentable  sugar,  0.55  per 
cent  ash,  and  a  quantity  of  dextrins. 

A  large  quantity  of  the  glucose  was  shaken  in  a  shaking  machine 
with  aqueous  alcohol  in  order  to  wash  the  crystals.  It  was  then 
poured  into  a  centrifugal  machine,  drained  and  again  washed 
This  preliminary  treatment  removed  a  portion  of  the  impurities 
adhering  to  the  surfaces  of  the  crystals  and  assisted  the  later 

1*  Zs.  anal.  Chem.,  5,  p.  41a:  z866.  ^^  This  Bulletin.  IS,  p.  67;  19x6. 
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operations.  The  washed  substance  was  then  dissolved  by  slight 
warming  in  40  percent  of  its  weight  of  water  and  140  cubic  centi- 
meters of  alcohol  added  for  each  100  g  of  the  substance.  The 
whole  mixture  was  warmed  on  a  steam  bath  for  a  short  time  and 
was  then  filtered  to  remove  the  precipitated  dextrins.  The  filtrate 
after  cooling  was  poured  into  a  shaking  machine,  seeded  with  a 
few  crystals  of  dextrose,  and  agitated  continuously  until  crystalliza- 
tion was  complete.  This  usually  required  about  48  hoiurs.  The 
crystal  mass  was  poured  on  the  centrifugal  machine,  drained,  and 
thoroughly  washed  with  alcohol.  The  crystals  from  this  first 
operation  were  fine,  well-formed,  and  perfectly  white.  Upon  re- 
solution for  a  second  crystallization  tJiere  was  in  general  but  a 
sUght  trace  of  the  original  discoloration. 

The  second  oystallization  was  from  aqueous  solution.  The 
crystals  were  dissolved  by  warming  in  distilled  water  to  form  a 
solution  of  about  60®  Brix.  The  solution  was  filtered,  cooled, 
and  shaken  in  the  crystallizer  tmtil  crystallization  was  complete. 
Crystallization  from  water  is  particularly  favorable  to  the  forma- 
tion of  pinre  crystals.  They  are  in  every  instance  small  and  their 
rate  of  formation,  which  depends  partly  upon  the  speed  of  the 
reaction  jS  glucose  ->  a  glucose  in  the  solution,  is  slow.  The 
crystals  accordingly  are  perfect  and  free  from  inclusions. 

In  the  absence  of  special  tests  for  possible  impurities  the  cri- 
terion of  piuity  which  was  taken  was  constancy  of  composition 
after  tl'eatment  with  varied  procedure.  It  was  found  that  direct 
recrystalUzation  from  water  solution  soon  produced  a  sample  which 
repeated  recrystallizations  did  not  alter  even  after  four  or  five 
operations. 

Attention  was  then  turned  to  the  mother  liquors.  These  were 
boiled  in  vacuo  in  the  boiling  apparatus  described  previously  " 
until  sufficiently  supersaturated  to  crystallize  or  were  united  with 
crystals  of  about  the  same  purity  and  the  whole  mixture,  dissolved, 
concentrated,  and  oystallized.  This  process  was  carried  out  sys- 
tematically in  the  manner  usually  followed  in  fractional  crystal- 
lizations." To  identify  tlie  samples  the  numerical  order  of  the 
fractions  is  shown  in  Fig.  i. 

Merck's  **  Highest  Purity  "  dextrose  was  white  in  color  and  was 
already  fairly  pure.  It  was  recrystallized  from  aqueous  solution 
three  times,  the  mother  liquor  being  rejected  after  each  recrVs- 
tallization:    The  final  product  was  designated  sample  M. 

u  This  BuUetin,  It,  p.  7s;  Z9x6.  >*  This  Bullcthi,  It,  p.  m;  19x6. 
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For  fhe  preparation  of  the  two  invert  sugar  solutions  from 
which  other  quantities  of  dextrose  were  ]»:epaied  the  purest  cane 
sugar  of  commerce  was  utilized.  One  solution  was  inverted  by 
invertase  prepared  as  recommended  by  Hudson.^^  The  other  was 
inverted  by  adding  a  small  quantity  of  hydrochloric  add  and  allow- 
ing it  to  remain  at  room  temperature  for  somewhat  more  than  fhe 
calculated  length  of  time  sufficient  to  produce  99.9  per  cent  inver- 
sion, after  which  it  was  neutralized  with  soditun  hydroxide.  Both 
solutions  were  then  boiled  in  vacuo  until  concentrated  to  a  thick 
sirup.  They  were  then  mixed  with  a  large  volume  of  alcohol  in 
the  shaking  machine  and  the  dextrose  allowed  to  oystallize.  At 
the  end  of  two  or  three  weeks  the  crystals  were  separated  in  fhe 


Fio.  z. — Diagrammatic  representation  of  fractional  crystalUtaiion 

centrifugal  machine,  washed,  and  three  or  four  times  recrystal- 
Uzed.  The  crystals  from  the  add  inversion  were  designated  sample 
H ;  those  from  the  invertase  inversion  sample  I.  Some  small  pure 
residues  containing  portions  of  both  H  and  I  were  combined  and 
reoystallized  to  form  sample  J.  A  considerable  quantity  of  pure 
residues  from  various  sources  were  combined  and  twice  reoystal- 
lized to  form  sample  A.  A  portion  of  this  was  recrystalUzed,  the 
mother  liquor  selected  and  twice  oystallized  to  form  sample  C. 
A  portion  of  sample  C  was  dissolved  in  a  small  quantity  of  pure 
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The  probable  impurities  if  such  persisted  at  the  completion  of 
the  purificatioii  of  the  sugar  were  ol  very  difEerent  nature  in  tbe 
two  sets  €i  samples  from  glucose  and  from  invert  sugar.  The 
deztrins  which  conceivably  could  contaminate  the  sample  pre- 
pared from  commercial  glucose  have  a  specific  rotation  of  about 
+ 198.  The  levulose  which  is  the  only  probable  impurity  in  the 
sample  prepared  from  invert  sugar  has  a  specific  rotation  of  about 
—90.  The  fact  that  the  materials  from  the  two  sources  had  the 
same  rotary  power  is  strong  evidence  of  the  purity  of  both. 

2.  BLmraATIGN  OF  MOISTUSB 

Prom  aqueous  solution  dextrose  separates  with  one  molecule 
of  crystal  water.  It  loses  this  water  at  60®  C,  leaving  the  dystals 
in  a  thoroughly  disintegrated  condition.  If  it  is  stirred  frequently 
the  tendency  to  cinter  together  is  prevented.  Because  of  this 
complete  disintegration  the  danger  of  inclusion  of  moisture  within 
the  crystals  seems  practically  nil.  The  drying  problem  then  re- 
solves itself  into  the  removal  of  surface  moisture. 

The  first  consideration  was  the  stability  of  dextrose  at  high 
temperatures.  Unfortunately  in  distinction  to  sucrose  **  no 
method  of  detecting  minute  quantities  of  caramel  exists.  The 
most  easily  recognized  property  of  caramel,  namely,  its  power  to 
reduce  alkaline  copper  solutions,  is  entirely  masked  by  the  great 
reducing  power  of  the  dextrose  itself.  However,  by  leaving  equal 
weights  of  sucrose  and  dextrose  in  an  oven  at  100^  C  overnight, 
it  became  apparent  by  the  color  change  that  dextrose  was  more 
resistant  to  a  high  temperature  than  sucrose.  We  therefore  avoid 
decomposition  of  dextrose  if  we  heat  at  any  given  temperature  for 
no  greater  length  of  time  than  would  cause  a  negligible  caramel- 
ization  of  sucrose. 

The  sample  from  which  the  oystal  water  had  been  removed  was 
heated  electrically  to  60^  in  a  weighing  bottle  placed  in  a  long 
glass  tube  together  with  a  quantity  of  ignited  quicklime.  The 
tube  was  then  exhausted  by  a  Geryk  pump  to  about  o.oi  mm, 
heating  and  pumping  being  continued  for  three  or  four  hours. 
The  bottle  remained  in  the  vacuum  for  two  days.  It  was  then 
removed  and  weighed.  The  loss  in  weight  was  about  0.02  per 
cent.  Upon  repeating  the  process  the  first  dry  weight  was  found 
to  be  constant.  In  fact,  this  was  the  general  experience  in  weigh- 
ing the  samples  for  the  50  or  more  determinations  of  the  rotation. 

>•  This  BttUetIn,  It,  p.  84;  19x6. 
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In  order  to  ascertain  whether  this  constant  weight  represented 
the  perfectly  dry  substance,  three  experiments  were  tried  at  higher 
temperatures.  In  each  case  the  sample  was  previously  dried  to 
constant  weight  in  the  vacuum  at  60®  C.  One  sample  was  then 
heated  un^er  the  satoe  conditions  to  80^  C,  the  other  two  to  100° 
and  125®,  respectively.  In  no  case  was  a  further  loss  of  weight 
discovered.  If  any  considerable  surface  moisture  were  present,  it 
would  probably  have  shown  some  tendency  to  escape  within  a 
temperature  interval  of  65^. 

The  procedin^  for  drying  the  substance  m  preparation  for  polari- 
zation then  was  merely  to  heat  at  60®  to  70®  C  in  a  vacuum  of 
ox>i  mm  for  three  or  four  hotus  or  until  the  weight  became  constant 

3.  PREPARATION  OF  SOLUTIONS  FOR  POLARIZATION 

In  order  to  prepare  a  solution  for  polarization  the  approximate 
required  quantity  of  dextrose  which  had  been  freed  of  its  crystal 
water  was  transferred  to  a  weighed  voltunetric  flask  and  the  flask 
and  substance  again  weighed.  The  final  drjdng  was  performed  in 
a  long  glass  tube  of  8  cm  diameter^  one  end  of  which  was  drawn 
down  and  connected  with  the  vacuum  pump.  The  other  end  was 
equipped  with  a  groimd  glass  joint  which  was  large  enough  to 
permit  inserting  the  volumetric  flask.  The  portion  of  the  tube 
containing  the  sample  could  be  heated  electrically  to  the  tem- 
perature desired.  The  drying  was  repeated  in  every  case  until 
a  constant  weight  was  obtained. 

Enough  distilled  water  was  then  added  to  dissolve  the  dextrose 
and  the  solution  was  freed  from  most  of  the  dissolved  air  by  boiling 
at  low  temperature  in  a  vacuum.  The  solution  was  then  adjusted 
accurately  to  the  graduated  volume  of  the  flask  after  immersion  in 
the  water  of  a  thermostat  at  2o?oo  C  for  a  sufiGicient  length  of  time. 
It  was  then  dried  by  a  slightly  damp  cloth  and  weighed  after 
remaining  in  the  balance  case  for  a  half  hour. 

The  voltunetric  flasks  were  those  used  by  Bates  and  Jackson 
and  were  described  in  the  paper  referred  to.  For  the  present 
work  the  calibration  was  performed  repeatedlv  and  the  volumes 
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reaction  is  99.99  per  cent  complete  in  about  10  hours.  The  proce- 
dure followed  was  to  allow  the  solution  to  stand  overnight  at  room 
temperature.  The  flask  was  tightly  stoppered  and  evaporation 
avoided. 

4.  THE  DENSITY  OF  DEXTROSE  SOLUTIONS 

The  data  obtained  on  the  concentration  of  the  solutions  were 
sufficient  for  the  calculation  of  the  density  of  dextrose  solutions  at 
20?o  C.  The  determinations  at  each  of  the  four  concentrations 
were  corrected  to  a  uniform  per  cent  dextrose.  Each  of  these 
groups  of  determinations  were  then  averaged  and  a  series  of  five 
values  obtained  (see  column  2  of  Table  i),  which  were  sufficient 
for  a  per  cent— density  equation.    The  formula  was  foimd  to  be: 


20" 


« 0.99840 +0.003788  />+O.OOOOI4I2  />* 


where  p  is  per  cent  dextrose  by  weight  in  vacuo.  The  density  as 
computed  by  this  formula  may  be  considered  valid  to  three  or  four 
imits  in  the  fifth  decimal  place  for  values  of  p  between  5  aud  30. 
In  column  3  of  Table  i  are  given  the  densities  as  calculated  by  the 
formula.  Their  agreement  with  the  experimental  data  is  shown 
by  the  residuals  in  column  4.  In  Table  2  the  densities  are  given 
at  I  per  cent  intervals  between  4  and  30  per  cent. 

The  only  previous  determination  at  2o?o  C  is  a  series  made  by 
ToUens  *^  incidentally  to  his  measurements  of  the  rotation.  For 
the  sake  of  comparison  we  may  cite  his  values  at  7.60,  10.14,  and 
17.60  per  cent,  for  which  he  found  densities  1.0282,  1.0383,  and 
1.0694,  respectively.  The  corresponding  densities  foimd  in  the 
present  investigation  are  i. 02801,  1.03826,  and  1.06945. 

TABLE  1 
Date  on  Densitj  of  Deztroso  Solatkms  and  Compaiison  wilh  Interpolation  Fonnnla 


Omcen- 

trstloiiby 

weight 

D«iiiay20'/4' 
obteiTed 

D«iiirity20«/4* 

aOculatea 
fraoi  fomiiki 

ReeidiMli, 
C0I.3-C0L2 

1 

2 

3 

4 

Percent 
6.5 

12.5 
18.5 

1.02361 
1.04799 
1.07329 

1.02362 
1.04796 
1.07331 

+0.00001 
-  .00003 
+  .00002 
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TABU  2 
Dioiitj  of  Dntnm  Solntioos  Calcoht^d  hj 

D  ^''-0.99840+0.003788  p+0.00001412  p> 


IV-*.  rj 


C«I0«- 

tnllMbf 

-,....1,  »* 

CMon- 

tfflllMbf 

CMon- 

tnllMbf 

20* 

Pweiot 

P«eiot 

Pwcam 

1.01370 

13 

LO9003 

22 

1.080S7 

1.01700 

14 

1.05420 

23 

L0I299 

1.02164 

IS 

1.05840 

24 

1.09744 

1.02S61 

16 

1.06262 

25 

1.101*2 

L  02901 

17 

1.06608 

26 

1.10643 

1.03364 

18 

1.07116 

27 

1.11097 

10 

1.03769 

19 

1.07547 

28 

1.11553 

11 

1.04178 

20 

1.07901 

29 

1.U013 

12 

1.04S09 

21 

1.00417 

30 

1.12475 

1 

m.  APPARATUS  AND  TEMPERATURE  CONTROL 
1.  PHYSICAL  APPARATUS 

The  polariscopic  apparatus  which  was  used  for  the  observations 
was  fully  described  in  the  paper  by  Bates  and  Jackson.*'  The 
discussion  on  pages  97  to  1 08  is  directly  applicable  to  the  present 
paper.  The  method  of  taking  observations  was  also  similar  to 
that  in  the  earlier  work. 

2.  TEMPERATURE  CORRECTIONS 

The  temperature  corrections  for  the  optical  apparatus  were 
described  by  Bates  and  Jackson  "  and  are  directly  applicable  to 
the  present  measurements.  The  temperature  coefficient  of  the 
dextrose  solutions,  however,  required  especial  attention.  The  tem- 
perature coefficient  of  the  specific  rotation  of  dextrose  solutions 
has  been  previously  studied  over  a  wide  range  of  temperatures 
and  has  been  found  to  be  zero.  Since  in  the  present  work  the 
variations  of  temperature  were  very  small,  it  is  permissible  to  accept 
this  result  without  question.  The  actual  change  of  rotation  with 
change  of  temperature,  then,  would  be  due  entirely  to  the  change 
in  volume  of  tiie  solution.  The  expansion  of  the  normal  solution 
was  measured  in  the  vicinity  of  20**  C  and  found  to  be  0.00029.. 
This  figure  was  then  also  the  temperature  correction  factor  for 
the  rotation. 


u  This  Bulktin,  It,  p.  97;  19x6. 
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In  addition  to  this  the  actual  temperature  coefficient  of  rotation 
was  measured  for  a  number  of  solutions.  The  data  obtained  were 
the  veiy  small  diflFerences  between  large  numbers  and  consequently 
a  great  many  were  required  to  offset  the  errors  of  observation. 
The  mean  of  37  such  determinations  gave  for  the  coefficient 
0.00028.  The  mean  value  0.000285  was  used  in  the  computations 
at  the  normal  concentrations.  For  the  lower  rotations  the  expan- 
sion coefficient  was  taken  to  be  proportional  to  the  concentration 
of  dextrose  between  pure  water  which  has  a  coefficient  of  0.00021 
and  the  normal  dextrose  solution  0.000285.  The  expansion  coeffi- 
cient is  probably  not  strictly  linear  witii  concentration  but  for 
the  present  piupose  where  the  entire  correction  is  small  the  devia- 
tions from  the  linear  relation  are  negligible.  The  correction  to  be 
applied  is  then  proportional  to  the  rotation  and  to  the  expansion 

coefficient. 

3.  QUARTZ  CONTROL  PLATBS 

There  was  available  for  the  present  investigation  a  set  of  seven 
quartz  plates,  all  of  excellent  quality,  optically  homogeneous,  and 
nearly  plane  parallel,  which  constitute  part  of  a  series  of  primary 
standards  of  this  Bureau.  Their  properties,  including  their  rota- 
tions in  terms  of  wave  lengths  5892.5  A  and  5461  A,  have  been 
been  studied  at  this  Bureau  and  at  the  Physikalisch-Technische 
Reichsanstalt.  The  results  of  the  thorough  study  which  these 
plates  have  received  will  be  stated  in  a  future  publication  of  this 
Bureau.  Their  sugar  values  were  found  by  dividing  their  mono- 
chromatic rotations  by  the  appropriate  conversion  factors.  For 
the  present  work  the  factors  determined  by  Bates  and  Jackson, 
namely,  34?620  for  X=»  5892.5  A  and  40?690  for  X  =  546i  A, 
have  been  used.  Until  the  final  value  of  the  conversion  factor  is 
generally  sigreed  upon  it  is  considered  of  more  importance  that  the 
proposed  normal  weight  of  dextrose  shall  correspond  exactly  with 
26.000  g  of  sucrose  than  with  the  Herzfeld-Schonrock  scale,  which 
is  now  known  to  be  slightly  in  error. 

A  f  tuther  assumption  made  in  regard  to  the  saccharimetric  scale 
is  that  the  scale  readings  are  rigorously  proportional  to  the  rotation 
of  quartz.    For  example,  if  a  quartz  plate  rotates  17? 310  for 
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TV.  MEASUREMENTS 
1.  DBTBEtMINATION  OP  THE  NORMAL  WBIOHT  OP  DBZTROSB 

Twelve  independent  measurements  were  made  to  determine  the 
weight  of  dextrose  which  dissolved  in  loo  true  cubic  centimeters 
causes  a  rotation  of  loo*'  S  on  the  sugar  scale  as  determined  by- 
Bates  and  Jackson.  The  data  acquired  during  the  meastu-ements 
are  recorded  in  Table  3.  The  values  of  the  normal  weight  obtained 
are  given  in  column  7  and  were  calculated  in  the  following  way: 
The  concentration  of  sugar  in  each  experiment  was  found  by 
dividing  the  weight  of  substance  (colunm  3)  by  the  voliune  of 
solution  (column  5).  The  concentration  was  then  divided  by  the 
rotation  of  the  solution  to  give  a  value  of  the  normal  weight  which 
would  be  the  true  value,  provided  the  specific  rotation  were  pre- 
cisely constant  over  the  small  range  of  concentrations  measured. 
This  is  not  exactly  true,  so  that  a  small  correction  was  applied 
to  bring  the  normal  weight  to  the  value  which  would  have  been 
obtained  if  the  solution  observed  were  at  the  normal  concentra- 
tion. The  specific  rotation,  as  will  be  shown  later,  is  changing  at 
this  concentration  0.021  per  cent  for  each  sugar  degree  change  in 
concentration.  The  calculated  value  of  the  normal  weight  is  then 
0.021  per  cent,  or  6.9  mg  too  low  for  each  sugar  degree  above  100® 
S  which  the  observed  solution  reads.  This  correction  has  been 
applied  and  the  corrected  value  recorded  in  coltmm  7.  As  appears 
from  the  table,  the  true  normal  weight  of  dextrose,  or  that  weight 
of  dextrose  which  produces  on  the  saccharimeter  the  same  rotation 
as  26.000  g  of  sucrose,  is  32.231  g  weighed  in  air  with  brass 
weights.*^ 

The  value  32.231  is  dependent  on  the  assumption  that  the 
hundred-d^;ree  point  of  the  saccharimeter  is  defined  according  to 
the  conversion  factor  34? 620  for  X=»  5892.5  A  and  40?69o  ior 
X» 5461  A.  If  some  other  standard  is  used  the  normal  weight  is 
determined  by  the  following  relation: 

XT         t      •  t.^    conversion  factor  ^,  ^       o         a\ 

Normal  weight- 2 X  32231  (X= 5892.5  A) 

34*^20 

or 
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This  formula  is  strictly  applicable  for  small  differences  in  the  con- 
version factor.  Here,  again,  if  the  change  in  weight  is  enough  to 
cause  a  measurable  change  in  the  specific  rotation,  a  correction  of 
6.9  mg  must  be  applied  for  each  degree  sugar  or  each  o?346  or 
o?407,  by  which  the  factor  chosen  exceeds  34?620,  or  409690  for 
the  respective  wave  lengths.  Thus,  if  the  saccharimeter  is  stand- 
ardized, as  at  present,  by  the  Herzfeld-Schdnrock  factor  34^657, 
the  normal  weight  of  dextrose  becomes  32.264  g.  In  order  to 
avoid  confusion  it  must  be  noted  that  the  Herzfeld-Schdnrock 
factor  is  the  one  in  general  use  at  the  date  of  this  publication. 
If  the  saccharimeter  is  controlled  by  quartz  plates  certified  by 
this  Bureau  or  by  the  Physikalish-Technisdie  Reidisanstalt,  the 
Herzfeld-SchSnrock  data  have  been  used  and  until  further  notice 
will  continue  to  be  used  in  determining  the  sugar  value.  Conse- 
quently, the  weight  32.264  must  be  taken  to  rotate  100®  S.  But 
if  the  saccharimeter  has  been  standardized  by  careful  observa- 
tions of  26.000  g  of  pure  sucrose  in  100  cc,  or  if ,  as  is  to  be  hoped, 
the  conversion  factor  is  modified  to  34?  620  and  407690,  the  normal 
weight  of  dextrose  becomes  32.231. 

TABLE  3 
Data  on  the  Concentration  and  Rotation  of  the  Nonnal  Solution 


BiptNo. 

DesifDattniof 
mnptft 

doitroM 
woiihti) 

■olistloii 
(air. 
braia 

weights) 

VohiflM 

of 
■ohitlon 

Average 
observed 
rotation 
tor  two 
sacdia- 
rfaneters 

Nonnal 
weiitht 

Rotation 
observed 
X-5461A 

Rotation 
of  normal 
solution 
X-5461A 

1 

2 

3 

4 

5 

6 

7 

8 

9 

Fnctlan5 

do 

8 
82.5255 

32.3283 
31.8702 
32.4030 
32.4778 
41.7989 
4L9946 
42.9000 
32.1525 
30.4514 
30.1672 
32.2959 

8 
112.096 
112.039 

CC 

100.166 
100.183 
100.185 
100.005 
100. 181 
130.063 
130.082 
129.997 
99.993 
94.121 
94.121 
100.181 

sugar  dog. 
100.753 
100.114 

8 
32.234 
32.233 

dsg. 

dsg. 

FisctknS 

do 

FnicUoiil5.... 
Fraction  11.... 

SunyloC 

Fraction  15.... 

SampleC 

do 

FnictliinS 

SunpleH 

40.362 

40.904 

111.889 
112.103 

100.563 
100.604 

99.693 
100.180 
102.453 

99.748 
100.377 

99.436 
100.026 

32.222 
32.228 
82.233 
82.239 
32.228 
32.232 
82.235 
32.230 
32.229 

40.780 
40.978 

40.901 

145.439 

40. 895 

8 

20 

111.792 
105.286 
105.180 
112.033 

40.792 
41.051 
40.659 
40.921 

40.894 

21 

24 

40.a9a 
40.892 
40.di> 

28 ,  .. 
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2.  THB  ABSOLUTS  ROTATION  OP  THB  NORMAL  SOLUTION  FOR  WAVB 

LBNOTH  5461  A 

The  observations  on  each  solutfon  included,  when  possible,  its 
rotation  in  circular  degrees  for  the  yellow-green  mercury  line 
XB5461  A.  These  readings  were  made  on  the  same  day  as  the 
saccharimeter  readings,  either  preceding  or  following  them. 
The  accepted  rotation  was  the  mean  of  the  readings  of  two  ob- 
servers upon  two  or  three  polariscope  tubes  containing  portions 
of  the  same  solution*  The  practice  was  to  make  about  six  set- 
tings of  the  instrument  for  each  tube  and  an  equal  number  for 
the  zero  point  in  alternation.  Frequent  readings  of  the  ther- 
mometers in  the  air  bath  or  in  the  polariscope  tubes  were  also 
taken.  At  frequent  intervals  one  of  the  standard  quartz  plates 
was  read  in  order  to  ciscertain  whether  the  rotations  were  con- 
sistent with  previous  measurements.  Bates  and  Jackson  applied 
a  correction  of  — o?oo4  to  the  reading  of  the  normal  sucrose  solu- 
tion in  order  that  the  value  should  be  the  mean  of  the  various 
optical  systems  used  to  ptuify  the  light  source.  This  correction 
has  also  been  applied  in  the  present  instance  to  the  normcd  solu- 
tion and  to  the  more  dilute  solutions  proportionately  to  the 
magnitude  of  the  rotation. 

The  observed  rotations  are  recorded  in  column  8  of  Table  3. 
These  values  were  transformed  to  give  the  rotations  of  the  normal 
solution  by  the  simple  relation: 

Normal  weight         ^     ^  ^-        u         j 

^y  .  t,x  ^  1 '    X  rotation  observed. 

Weight  taken  m  100  cc 

This  gave  a  value  of  the  normal  rotation  which  depended  upon 
the  assumption  that  the  specific  rotation  was  constant  over  the 
range  of  rotations  observed.  As  this  was  not  strictly  true,  a 
small  correction  was  applied.  It  will  be  shown  later  (p.  651)  that 
the  specific  rotation  varies  o?oi36,  or  0.0214  per  cent  for  each 
sugar-degree  deviation  from  the  normal  concentration.  Accord- 
ingly, a  correction  of  —0.00875  was  applied  tor  each  sugar  degree 
above  ioo?oo  S  which  the  solution  rotated.  This  has  been  ap- 
plied in  order  to  obtain  the  corrected  values  in  column  9.  The 
conclusion  is  that  light  of  wave  leng^  5461  A  is  rotated  40?897 
by  the  normal  solution  at  20?oo.  It  is  evident  from  a  considera- 
tion of  the  data  now  available  that  the  rotary  dispersion  curves 
of  quartz  and  of  dextrose  deviate  considerably  from  each  other. 
The  normal  plate  which  gives  on  the  sacchsuimeter  a  rotation 
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identical  with  the  normal  dextrose  solution  rotates  wave  length 
5461  A  40?690,  while  the  dextrose  solution  rotates  it  40?897. 

There  is  thus  a  differ^ice  of  o?2  in  the  rotation  of  this  wave 
length  when  the  quartz  wedges  Bxt.  set  for  a  photometric  matdi* 
Although  this  color  is  only  4  per  cent  transmitted  by  the  6  per 
cent  and  15  mm  bichromate  cell,  the  transmission  curve  **  of  the 
latter  rises  abruptly  at  this  point  with  increasing  wave  length. 
We  must,  then,  conclude  that  the  photometric  field  is  consider- 
ably heterochromatic  and  the  eye  is  obliged  to  match  an  intensity 
of  one  color  by  a  supposedly  equal  intensity  of  a  slightly  different 
color.  For  sucrose  "  the  normal  solution  rotates  wave  length 
5461  A  40?  763,  which,  by  comparison  with  quartz  40?6909  indi- 
cates a  much  closer  agreement  of  rotary  dispersion  curves.  We 
should,  therefore,  expect  a  lower  degree  of  reproducibility  in  read- 
ing dextrose  than  sucrose  solutions.  This  proves  in  some  meas- 
ure to  be  the  case,  but  in  the  process  of  taking  the  mean  of  a 
sufficient  number  of  readings,  the  differences  apparently  disappear. 

Furthermore,  as  the  observer's  experience  increases  there  proves 
to  be  a  corresponding  improvement  in  reproducibility.  Thus,  in 
experiment  No.  i  the  readings  were  scattered  over  a  range  of  o?26  S; 
in  No.  2  the  greatest  difference  was  o?i2  S.  In  the  whole  series, 
exclusive  of  experiments  i  and  2,  the  two  observers,  reading  the 
same  solution  upon  the  same  instrument,  agreed  within  o?o3  S. 

The  experiment  was  tried  of  doubling  the  concentration  of 
bichromate  solution,  but  it  did  not  appear  to  increase  the 
reproducibility  of  setting.  It  was  then  decided  to  postpone  any 
further  work  on  a  suitable  light  filter  until  the  rotary  dispersion 
curve  of  dextrose  was  known  with  suitable  precision. 

3.  VARIATION  OP  SACCHARIMBTRIC  ROTATION  WITH  CONCBNTRATION 

OP  SOLUTION 

In  addition  to  the  rotation  of  dextrose  at  the  ncntnal  concentra- 
tion a  complete  series  of  measiu-ements  was  made  at  each  of  four 
other  concentrations,  namely,  4/5,  3/5,  2/5,  and  1/5  normality. 
At  each  of  these  concentrations  the  measurements  were  con- 
ducted in  exactly  the  same  manner  as  for  the  normal  concen- 
tration, the  rotations  being  compared  upon  two  saccharimetera 
with  the  readings  of  the  standard  quartz  plates. 

The  experimental  work  at  these  concentrations  is  recorded  iix 
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an  example.  About  4/5  the  normal  weight  was  weighed  in 
the  volumetric  flask,  dried,  weighed,  and  dissolved  in  the  usual 
manner,  the  data  being  given  in  columns  3,  4,  and  5.  Its  rotation 
was  measured  with  all  tiie  precautions  and  with  as  many  settings 
of  the  instruments  as  in  the  case  of  the  normal  solution.  The 
mean  of  these  readings  is  given  in  coltunn  6.  The  rotation  of  the 
4/5  normal  solution  was  computed  by  the  relation 

Observed  rotation 


Concentration 


X  4/5X32.231 


The  result  of  this  computation  would  be  true  if  the  specific  rotation 
were  constant  over  the  range  of  the  observed  rotations.  This  is 
not  strictly  so,  and  accordingly  a  small  correction  obtained  in  the 
manner  indicated  for  the  normal  solution  has  been  applied.  The 
corrected  values  are  given  in  column  7.  The  mean  of  column  7  in 
Table  4 — namely,  79.639 — ^shows  the  result  of  a  very  considerable 
deviation  of  specific  rotation  with  change  of  concentration.  If 
the  specific  rotation  were  constant,  the  4/5  normal  solution 
would  have  read  80.000.  The  measurements  illustrate  the  impor- 
tance of  appl3dng  a  correction  for  concentration  when  the  solution 
deviates  from  the  normal.  Although  the  deviation  of  specific 
rotation  is  progressive  as  the  dilution  increases,  the  correction 
passes  through  a  maximum.  If  expressed  in  percentage  of  the 
measured  rotation,  the  correction  is  linear. 

TABLB  4 
Data  on  the  Conceiilnition  and  Rotatkm  of  the  4/5  Nonnal  Sdhrtton 


Bipt.No. 

Detlfimtiooof 
Mn^le 

doKnoo 
brats 

WOl^tl) 

■ohitioii 
wolgbts) 

Vohune 
of 

oboorvod 
xotadm 
on  two 
ttedu- 

rimetefB 

Rotation 

014/5 

nonnal 

■ointloii 

Rotation 
oboonrod 
X-5461A 

BotatiM 

of  4/5 
nomal 

X-5461A 

1 

2 

3 

4 

5 

6 

7 

8 

9 

9 

SunptoA 

do 

8UI19I0I 

801119I0C 

Sunpteli 

SMiploJ 

8 
33.5756 
25.7430 
33.4408 
25.6511 
25.8337 
25.5835 

8 
142.314 
109.607 
142.259 
109.622 

CC 

130.018 
100.183 
130.004 
100.223 
100.181 
100.181 

tucardoff. 
79.755 
79.368 
79.445 
79.023 
79.646 
78.870 

iucardec. 
79.633 
79.647 
79.639 
79.623 
79.639 
79.647 

dog. 

deft. 

10 

22 

82.459 

32.495 

32.321 

82.5825 

82.270 

S2.S72 
32.575 

23 

32.567 

30 

32  579 

40 

109.548 

32.588 
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BiptNo. 

I>et«giyittonol 
■ample 

deitroee 
WeiChtt) 

We^t 
■olotloii 

weight!) 

Vohune 
of 

•OhttiQII 

Aferage 

obaenred 
folatlaii 
on  two 
■aocha- 
rimetera 

Rotation 

013/5 
nonnal 
aotation 

ODserved 
X-5461A 

normal 
Bohition 
X-5461A 

t 

2 

3 

4 

5 

6 

7 

8 

9 

13 

Fraction8 

do 

SampIeC 

do 

Fiactloiil7.... 

Samplel 

Fraction  15.... 

S 
19.4089 
19.5009 
18.7139 
20.0355 
19.6780 
18.9178 
17.6856 

S 
107.245 
107.321 

CC 
100.181 
100.223 
94.121 
100.223 
100.181 

94.  m 

90.801 

8tigardef.atiftfdef. 
59.597        59.488 
59.910        59.539 
61.173        59.477 
61.524        59.490 
60.437        59.490 
6L846        59.475 
59.912        59.480 

dog. 

24.371 

24.486 

25.013 

25.160 

24.710 

25.303 

24.512 

dec 

24.325 

14 

17 

24.334 
24.320 

18 

34 

107.509 
107.344 
101.014 

24.328 
24.323 

38 

24.333 

55 

24.335 

A? 

59.491 

24.328 

TABLE  6 
Data  on  the  ConcentiatkMi  and  Rotatkm  of  the  2/5  Nonnal  Solution 


BiptNo. 

Deeifnationof 
aan^l^ 

deitroae 

^^ 
hraaa 

weighta) 

■ohitloa 
(tir. 
hraaa 

weighta) 

Vohune 

ef 
aohition 

ATerage 
obaenred 
rotation 
on  two 
aaccfaa- 
rtmetera 

Rotation 

ef2/5 

normal 

aohitloii 

Rotatioil 
oboerred 
X-5461A 

RDtatlHi 
of  2/5 
normal 
■ohitioa 
X-S461A 

1 

2 

3 

4 

5 

6 

7 

8 

9 

11 

Sample  A 

rraction8 

San^A 

Suttpleli 

do 

8 
12.8269 
17.2069 
13.2657 
12.1053 
12.1226 
12.9342 
12.2315 

8 
104.818 
136.190 
104.763 
96.453 
98.470 
104.817 

cc 
100.223 
130.016 
100.000 
94.121 
94.121 
100. 181 
94.121 

augardeg. 
39.200 
40.558 
40.623 
99.372 
99.456 
99.529 
99.807 

augardeg. 
99.490 
99.501 
39.470 
99.468 
99.495 
99.473 
99.488 

dog. 

16.032 

16.577 

16.603 

16.094 

16.140 

16.161 

16.268 

dog. 
16.151 

15 

16.145 

16 

16.132 

31 

16.133 

43 

16.156 

46 

SO 

do 

SampleX 

16.138 
16.138 

At 

39.484 

16.142 

F.  P.  Phelps  very  kindly  performed  a  least  square  adjustment 
of  the  straight  line  representing  the  percentage  deviation  of  rota- 
tion from  strict  proportionality.  In  this  adjustment  the  normal 
weight  was  taken  as  the  fixed  value  32.231  g  and  the  remaining  four 
series  weighted  in  proportion  to  the  magnitude  of  the  rotation. 

The  corrections  to  be  applied  are  given  for  5®  S  intervals  in 
Table  8.  These  quantities  are  valid  for  all  readmgs  in  a  200  mm 
tube.    If  the  solution  is  read  in  a  400  mm  tube,  the  reading  is 
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divided  by  2  to  find  the  correctioii.    The  latter  is  then  multiplied 
by  2  and  applied  to  the  original  reading. 

TABLE  7 
Data  on  the  Concentimtion  and  Rotation  of  the  1/5  Normal  Sohitkn 


BiyCHe. 

DeeifDetteiiof 
ian^le 

Weight 

deKnae 
(air, 
bnuM 

weKhta) 

aolndoii 

braaa 

weighto) 

Vohime 

of 
aohitlan 

ATOiase 
obaecved 
fotatton 
en  two 
aacdia- 
limetera 

SoCatton 
Bobstion 

HotatlMi 
obaofved 
X-5461A 

SelKtiaa 
ell/S^ 

aolotiBii 
X-5461A 

1 

2 

3 

4 

5 

6 

7 

8 

9 

19 

SunpIeC 

FiaGtion8 

rnictioiil7.... 

Sunplel 

do 

S 
6.8326 
6.7750 
6.8384 
6.6511 
6.9544 
8.6443 
6.0056 

f 
102.503 
102.523 
102.550 
102.440 
102.551 
132.936 
92.251 

oe 

ioai8i 

10a  223 
100.223 

loaui 
loarn 

130.000 
90.214 

aufardeg. 
2a  813 
2a  631 
2a  823 
2a  235 
21.144 
20.230 
20.291 

augardoff. 
19.666 
19.670 
19.668 
19.644 
19.628 
19.609 
19.645 

dec 
8.506 

8.442 
8.518 
8.292 
8.658 

8.287 

deg. 

8.091 

26 

8.049 

33 

8.045 

37 

8.050 

41 

8  098 

49 

SunpIeD 

SampleX 

8.093 

53 

At 

19.647 

8.042 

As  has  been  stated,  Browne  computed  a  similar  table  by  using 
ToUens'  data  on  the  specific  rotation.  Browne's  table  gives  very 
similar  values  at  the  higher  values  of  the  rotation,  but  it  deviates 
from  the  present  direct  determination  at  the  lower  rotations.  For 
example,  the  corrections  at  80®  S,  40®  S,  and  20®  S  are  according 
to  Browne's  computation  +.035,  +0.48,  and  +0.30, respectively, 
The  corresponding  corrections  from  the  present  work  are  +0.35, 
+0.53,  and  +0.35.  The  deviation  seems  to  cast  some  doubt 
upon  the  second  order  correction  of  the  specific  rotation  formula 
of  Tollens  from  which  Browne's  data  were  computed. 

f  TABLE  8 

Correctionfl  to  bo  Applied  to  Saccharimetric  Retdings  of  Deitiose  Solstioo* 


Scale 
readinc 

Cocreetleii 
to  be 
added 

Scale 
reading 

Conectkn 
to  be 
added 

Scale 
readiiif 

Cocrectloa 
to  be 

100 

0 

65 

a  50 

30 

a  46 

95 

a  10 

60 

a52t 

25 

a  41 

90 

a  20 

55 

a  54 

20 

a  35 

85 

a  28 

50 

a  55 

15 

a  28 

80 

a  35 

45 

a  54 

10 

a  20 

75 

a  41 

40 

0.53 

5 

a  10 

70 

a  46 

35 

a  50 

2 

a  05 
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4.  THB  SPBCmC  ROTATION  OF  DBXTROSB  FOR  WAVE  LENGTH  5461  A 
AND  ITS  INTERPOLATION  FORMULA 

In  columns  8  of  Tables  4, 5, 6,  and  7  are  given  the  absc^ute  rota- 
tions of  the  solutions  at  each  of  the  four  concentrations  less  than 
normal  for  the  wave  l^igth  5461  A.  The  readings  were  as  numer- 
ous and  as  carefully  observed  in  each  experiment  as  in  the  case  of 
the  normal  solution.  The  accepted  mean  was  converted  into  the 
rotation  of  the  n/5  normal  solution  by  the  simple  arithmetical 
proportion  and  application  of  the  correction  for  the  change  of 
specific  rotation  when  the  concentration  differed  from  the  nor- 
mality desired.  These  corrected  values  are  recorded  in  columns 
9  of  Tables  4,  5,  6,  and  7. 

The  mean  monochromatic  rotations  for  the  five  concentrations 
are  collected  in  Table  9  and  the  values  converted  into  specific 
rotations  by  the  formula 

a  X  100.00 


HI 


2  X  weight  dextrose  in  vacuo 

In  calculating  the  atmospheric  buoyancy  correction  themean  value 
of  the  density  of  anhydrous  dextrose  was  taken  to  be  1.54.  This 
is  the  rounded-off  mean  of  three  values  reported,*^  namely,  those  of 
Konchon  (1.538),  Bddecker  (1.5384),  and  Schoorl  (1.544).  The 
density  of  the  air  in  the  balance  case  was  computed  from  its  tem- 
perature and  the  barometric  pressure. 

TABLE  9 
Smuiiaxy  of  Data  on  Mooocfaiomatic  Rotations  of  Deztiosd  Solntiona 


NofnuiWy  of  lolittlofl 


Vacttom 

dOltfOM 

ialOOce 


X- 5461 A 


[«I1 


H.... 

4/SN, 
a/5N. 


S 
32.aS15 
25.801 
19.351 
12.9005 


dec 

40.007 
82.574f 
24.328 
16.142 


dec 
40.898 
32.576 
24.326 
16.147 


def. 
63.404 
63.129 
62.855 
62.581 
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As  is  apparent  from  column  5  of  Table  9  the  specific  rotation 
undergoes  a  considerable  dimunition  as  the  concentration  of  dex- 
trose decreases.  A  graphic  plot  showed  that  the  relation  was  as 
closely  linear  as  could  be  judged  from  the  accuracy  of  the  experi- 
ments. Mr.  Phelps  performed  a  least  square  adjustment  of  the 
straight  Une  representing  these  values,  weighting  all  points  in 
proportion  to  the  magnitude  of  the  rotation.  The  result  of  this 
computation  is  the  interpolation  formula: 


I I  5461 


90.0 

62.032+0.04257  c 

546IA 


where  c  is  grams  of  dextrose  weighed  in  vacuo  and  contained  in 
100  cc  of  solution.  This  formula  is  valid  for  values  of  c  between 
6  g  and  32  g. 

From  the  interpolation  formula  the  values  of  the  rotation  at 
each  concentration  were  calculated  and  are  recorded  in  column  4 
of  Table  9.    The  observed  values  are  in  colimm  3. 

It  is  frequently  convenient  to  express  concentration  in  per  cent 
by  weight  in  vacuo.  Consequently,  the  specific  rotation  has  been 
found  by  computation  to  be  the  following  function  of  the  per  cent 
dextrose: 

a      -^62.032  +0.0422  p  +0.0001897  />* 

In  concluding  it  is  a  pleasure  to  acknowledge  the  assistance 

rendered  by  Carl  F.  Snyder,  who  made  duplicate  observations  of 

the  rotations  measured. 

SUMMARY 

1.  Dextrose  obtained  from  starch  conversion  products  and  from 
invert  sugar  has  been  purified  by  repeated  crystallization  from 
aqueous  solution.  A  portion  which  was  subjected  to  a  fractional 
crystallization  showed  essential  identity  in  all  its  fractions.  Pre- 
cipitation by  ethyl  alcohol  produced  a  similar  product. 

2.  The  material  after  losing  its  water  of  crystallization  at  60*^  C 
was  freed  from  residual  moisture  by  heating  in  a  vacuum  at  60®  to 
80®  C  for  several  hours. 

3.  To  prepare  the  solutions  for  polarization  the  dextrose  was 
dried  and  the  final  weighing  made  after  it  was  transferred  to  the 
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30  per  cent  dextrose,  gives  densities  reliable  to  3  or  4  units  in  the 
fifth  decimal  place: 

^20*^ 

D— 5-  =0.99840+0.003788  ^+0.00001412  ^ 

where  p  is  per  cent  dextrose  by  weight  in  vacuo. 

5.  The  normal  weight  on  the  saccharimeter  scale  as  determined 
by  Bates  and  Jackson  is  32.231  g  weighed  in  air  with  brass  weights. 
This  weight  corresponds  exactly  with  26.000  g  of  sucrose  and  with 
conversion  factors  34.620  for  X- 5892.5  A  and  40.690  for  X=« 
5461  A.  If  the  Herzfeld-Schdnrock  scale  (conversion  factor 
34-657)  is  used,  32.264  g  must  be  taken  to  rotate  100.00  S. 

6.  The  rotations  at  concentrations  less  than  normal  are  found 
to  deviate  considerably  from  proportionality.  A  table  is  given 
which  indicates  at  5®  S  intervals  the  corrections  to  be  applied  to 
the  saccharimeter  scale  reading. 

7.  The  rotation  of  the  normal  solution  few  X=»546i  A  is  found 
to  be  40?897.  Since  the  normal  quartz  plate  rotates  4o?690,  it 
is  shown  that  the  compensation  in  the  quartz-wedge  saccharimeter 
is  imperfect  and  a  slightly  heterochromatic  field  results.  This 
results  in  a  lower  degree  of  reproducibility  than  in  the  case  of 
sucrose.  This  is  overcome  by  an  increased  ntunber  of  observations 
and  some  preliminary  experience  on  the  part  of  the  observer. 

8.  The  specific  rotation  for  X-5461  A  is  found  to  vary  con- 
siderably with  the  concentration  of  dextrose.  Jt  may  be  repre- 
sented by  the  formula, 


H2.«^ 


032  +0.04257  c 


when  c  is  grams  of  anhydrous  dextrose  weighed  in  vacuo  and  con- 
tained in  100  cc  of  solution,  or 

L  Js^A  62-^32  +0.04220  />  +0.0001897  p^ 
where  p  is  per  cent  anhydrous  dextrose  by  weight  in  vacuo. 

Washington,  July  7,  1916. 
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FREEZING  POINT  OF  MERCURY 


By  R.  M  WObeliiu  AnHam  FliyiiciiL 


The  temperature  at  which  mercury  freezes  is  of  importance  in 
thermometry.  It  marks  the  lower  limit  in  the  use  of  mercurial 
thermometers,  and  its  location  at  about  -39^  makes  it  an  im- 
portant fixed  point  of  the  temperature  scale  below  o*'  C. 

Among  the  investigators  who  made  precise  determinations  of 
this  constant  may  be  mentioned  Regnault/  who  in  1862  obtained 
-38? 50,  B.  Stewart,*  1863,  whose  value  -38?85  was  the  result  of  a 
very  excellent  experiment  in  which  a  constant  volume  gas  thermom- 
eter was  used,  Vicentini  and  Omodd'  in  1888,  Chappuis^  in  1896, 
and  C.  Chree'  in  1898,  who  obtained  the  values  —  38?8o  ±o?o2, 
—  38?85,  and  —  38?86,  respectively,  using  mercurial  thermome- 
ters which  had  been  previously  compared  with  a  gas  thermometer. 
The  latest  determination  of  this  point  was  made  by  Henning  * 
in  1914.  He  obtained  the  value  —  38?89,  using  platinum  resist- 
ance thermometers  which  had  been  compared  with  a  gas  ther- 
mometer. The  above  values  are  fairly  consistent  and  would 
indicate  the  freezing  point  of  mercury  to  be  in  the  neighborhood 
of  —  38?8.  However,  two  determinations  of  this  point,  —39? 44 
and  -39?38,  attributed  to  Hutchins^  and  Cavendiki,"  who  inves- 
tigated the  subject  in  the  period  1 776  to  1 783,  have  been  published. 
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been  given  equal  weight  with  them,  although  these  early  deter- 
minations are  obviously  entitled  to  little  weight. 

All  the  evidence  at  present  available  indicates  that  the  scale 
defined  by  the  platinum  resistance  thermometer,  when  calibrated 
at  o®,  100®,  and  444?6  (the  boiling  point  of  sulphur  •),  defines 
temperatures  in  agreement  with  those  given  by  the  hydrogen 
thermometer  down  to  —  40*^  C.  A  redetermination  of  the  freezing 
point  of  mercmy  on  the  scale  defined  by  the  resistance  ther- 
mometer seemed,  therefore,  of  value. 

SAMPLES  OP  MERCURY 

The  freezing  points  of  three  different  samples  of  mercury  were 
observed.  These  three  samples  were  furnished  by  Mr.  Mc- 
Kelvy,  of  this  Bureau,  and  were  designated  as  "U.  S.  P.,"  "An- 
ode," and  "Hulett  Still.'*  The  modes  of  purification  were  as 
follows:  U.  S.  P.:  Pmified  to  meet  the  test  requirements  of  the 
U.  S.  Pharmacopoeia.  Anode:  Electrolyzed  in  a  mercurous  ni- 
trate solution  with  the  mercmy  as  anode.  About  5  per  cent  was 
deposited  on  the  cathode  to  eliminate  metals  more  electroposi- 
tive than  mercury.  .  The  product  remaining  on  the  anode  was 
then  once  distilled  in  vacuum.  Hulett  Still:  An  anode  sample 
was  distilled  in  a  Hulett  still  under  reduced  pressure  with  a 
stream  of  air  bubbling  through  the  mercury.  The  last  named 
of  the  three  samples  would  thus  be  considered  to  be  the  purest 
However,  the  three  samples  showed  no  difference  in  electromotive 
properties  when  used  in  a  normal  cadmitmi  cell,  nor  do  the  re- 
sults of  the  freezing-point  determinations  indicate  the  existence 
of  any  difference  between  the  three  samples. 

THERMOMETERS  AND  MEASURING  INSTRUMENTS 

The  three-resistance  thermometers  used  were  selected  from  a 
mmiber  made  by  H.  K.  Griffin,  of  this  Btu-eau,  about  a  year  ago. 
These  thermometers  were  made  with  potential  terminals  and  the 
coils  were  wound  to  give  a  flexible  mounting  for  the  wire  in  the 
manner  described  by  Waidner  and  Burgess.*® 
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which  the  lead  wires  passed.  In  this  way  access  of  moisture  to  the 
coils  was  prevented.  The  dimensions  and  constants  of  these 
thermometers  are  given  in  the  Table  i . 


[Ro— mean  obcenred  resistance  at  0*; 


TABLE  1 

p.  I.-resistaiics  at  100* 
Cafleiidai  ionnula] 


minus  resistance  at  0*;  a— constant  ia 


Thermometer 

Ro 

P.L 

F.L 
R7 

» 

Diame- 
ter of 
wire 

ooil 

Internal 
diameter 
ottnbe 

C28 

2.5373 
10.0143 
25.5474 

0.99360 

3.9143 

9.9875 

a  39160 
.39088 

.39094 

1.496 
L496 
1.495 

0.15 
.1 
.1 

cm 
4 
5 

8 

cm 
0.5 

C24 

.8 

C22 

.8 

The  thermometers  were  calibrated  in  the  ordinary  way  at  o®, 
100°,  and  the  sulphur  boiling  point  (444^6  at  normal  pressure). 
For  the  calibration  use  was  made  of  a  new  sulphur  boiling  point 
apparatus  to  be  described  by  Mueller  and  Bturgess  in  a  paper  to 
appear  later  in  this  Bulletin. 

The  heating  effect  on  the  thermometers  of  the  measuring  current 
used  was  investigated.  This  effect  is  proportional  to  the  square  of 
the  current  and  was  found  to  be  the  same  at  0°,  100,  and  —39*^; 
thus  no  significant  error  could  have  been  introduced  from  this 
source. 

Table  2  shows  the  magnitude  of  this  effect  for  the  thermometers 

used. 

TABLE  2 


Usual 

measuring 

current 

inmiUl- 

smperes 

Hestinfe0ect- 

Thermometer 

Permilli. 
ampere  > 

yornsual 
current 

C22 

2 

3 

•c 

aooo4 

0.0003 

a  0002 

•c 

a  0016 

C24         

0.0027 

C28 

0.0032 

Three  different  Wheatstone  bridges  and  also  a  potentiometer 
and  standard  resistance  were  used  in  making  the  resistance  meas- 
urements. These  bridges  were  designed  at  this  Bureau.  The 
bridges  used  are  described  "  in  Scientific  Papers  241  and  288.  By 
using  a  commutator  as  described  by  Mueller^  the  resistance 
between  the  potential  terminals  of  the  thermometers  could  be 
measured. 


"  This  Bulletin,  11.  p.  571;  19x4.    Ibid.  It,  p.  547;  19x6. 


"  Ibid.  It,  p.  556;  19x6. 
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The  bridges  were  calibrated  in  terms  of  international  ohms,  so 
that  they  could  be  used  interchangeably.    The  potentiometer  was 
of  the  Diesselhorst  t3rpe  made  by  Otto  Wolff.    The  potentiometer 
was  used  to  secure  a  check  method  but  it  did  not  give  as  high  pre- 
cision, at  least  with  the  lowresist- 
ance  thermometer,  as  the  Wheat- 
stone  bridge  method. 

METHOD 

The  mercury  was  frozen  in  a 
glass  tube  2  cm  inside  diameter 
and  about  34  cm  long.  This  tube 
was  inserted  in  another  glass  tube 
3  cm  inside  diameter.  The  ther- 
mometer and  tubes  were  held  in 
position  by  corks.  Fig.  i  is  a 
sketch  of  this  apparatus  showing 
one  of  the  thermometers  in  posi- 
tion. About  38  cc  of  mercury 
was  used  which  filled  the  inner 
tube  to  a  depth  of  about  12  cm, 
■  which  was  increased  to  from  13 
to  16  cm  when  the  thermometer 
was  introduced. 

In  freezing  the  mercury  the 
tubes  containing  it  were  im- 
mersed to  a  depth  of  about  20 
cm  in  a  stirred  bath  which  could 
be  cooled  to  —  50°  by  expanding 
carbon  dioxide  through  a  coil  im- 
mersed in  a  liquid  consisting  of  a 
mixture  of  gasoline  and  carbon 
tetrachloride.  Under  these  con- 
ditions the  temperature  of  the 
freezing  mercury  remained  con- 
stant  sometimes  for  as  long  as  30 

Fio.  i.-^Freezing  point  tubes  with  thermame-  minutes.      In  SOme  caseS  where 
ter  in  position  *  ^    r         .  j  i^. 

I  a  complete  freezing  and  melting 
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Care  was  taken  to  insure  that  the  thermometer  coil  was  suffi- 
ciently immersed  in  the  mercury.  Conduction  down  the  leads 
might  cause  a  higher  or  lower  reading,  depending  on  whether  the 
surrounding  bath,  and  thus  the  air  above  the  mercury,  was  at  a 
higher  or  lower  temperature  than  the  mercury.  Errors  from  this 
source  i¥ould  be  more  likely  to  occxu-  in  the  use  of  thermometer 
C  22,  the  coil  of  which  was  longer  than  those  of  the  other  two. 
The  eflfect  of  raising  and  lowering  the  thermometer  while  the 
mercury  was  freezing  was  observed  for  C  22.    It  was  found  that 
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Fio.  a. — Freenng  and  melting  point  curve 

an  immersion  of  13  cm  (measured  from  end  of  tubing)  was  suffi- 
cient to  eliminate  this  source  of  error.  The  absence  of  any  dis- 
tiu-bing  effects  due  to  conduction  is  also  attested  by  the  fact  that 
the  results  obtained  were  independent  of  the  outer  bath  tempera- 
ture, which  varied  from  below  -  50**  up  to  —  30**. 

FRSBZINQ  Ain>  MELTING  POINT  CURVBS 
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The  results  are  given  in  Table  3.  The  mean  of  the  freezing 
points  obtained  by  the  bridge  method  of  resistance  measurement 
with  all  of  the  thermometers  was  -  38^871  for  the  U.  S.  P.  mercury, 
—  38^.872  for  the  anode  mercury,  and  —  38^.872  for  the  Hulett 
still  mercmy.  The  mean  of  all  results  obtained  using  the  bridge 
method  of  resistance  measurement  is  —  38^.872,  while  the  mean 
result  by  the  less  precise  potentiometer  measurements  is  —  38^.875. 
The  mean  of  all  the  freezing  point  determinations  is  —  38?873  and 
the  mean  of  the  melting  point  determinations  is  the  same. 

TABLES 


Date 

Ther- 
mometer 

Ro 

Rt 

t 

Sample  of 
meictuy 

Meaanrfnginatm- 

"point 

1916 
F«b.  7    . . 

0  22 

...do 

...do 

25.5473 
25.5472 
25.5472 
25.5475 
25.5475 

2L5843 
2L5843 
21.5845 
21.5844 
21.5842 

—38.872 
—38.872 
-38.874 
-38.874 
—38.875 

Anode 

Bridge  11672 

Freeilng. 

Do. 
Meltiiig. 
rreeztag. 

Do. 

Feb.  8... 
Do 

do 

do 

do 

do 

Mar.  1^  , 

...do 

...do 

Hulett  atm.... 
do 

do 

do 

u.ap 

HulMttffl.. .. 

do 

do 

U.S.P 

do 

do 

Bridge  1648.... 

Apr.  3 

do 

Bridge  1648 

Mean.. 

-38.873 

€22 

0  24 

...do 

...do 

25.5479 

la 01438 

la  01438 
la  01402 

2L5848 

8.46127 

8.46127 
8.46104 

Mar.  13... 

—38.874 

Do. 

1915 
Aiif.l4... 

1916 
Jan.  22.... 
Mar.  11  , 

—38.871 

-38.871 
-38.868 

Do. 

Bridge  7481 

De. 

Bridge  1648 

De. 

do 

Bridge  7481 

Mean.. 

-38.870 

€24 

...do 

la  01416 
la  01432 

8.46109 
8.46087 

Mar.  13... 
Mar.  20... 

-38.870 
—38.877 

De. 
De. 

Mean.. 

—38.874 

€28 

...do 

...do 

2.53740 
2.53734 
2.53731 
2.53731 

2.14310 
2.14311 
2.14305 
2.14303 

Jan.  19.... 
Jan.  27.... 
Jan.  28 

—38.875 
—38.868 
-38.871 
—38.873 

Melting. 

Do. 
Fieexiog. 
Meltiof. 

do 

Bridge  1648 

TWi 

dii 

do 

do 
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These  results  show  that  the  precision  attainable  in  the  deter- 
mination of  the  freezing  point  of  mercury  is  better  than  o^.oi .  It 
seems  probable  that  the  experimental  conditions  were  varied  suffi- 
ciently in  the  present  work  to  preclude  the  possibility  of  a  sys- 
tematic error  of  as  much  as  o^.oi  in  the  result,  expressed  on  the 
scale  defined  by  the  platintmi  resistance  thermometer.  The  diflfer- 
ence  between  this  result  (  —  38*^.87)  and  that  found  by  Henning 
(-38^89),  also  in  terms  of  the  scale  defined  by  the  platintmi 
resistance  thermometer,  is  greater  than  would  be  expected  from 
the  accidental  errors  of  either  determination.  It  seems  improba- 
ble that  the  discrepancy  is  due  to  impiuities  in  the  mercury, 
although  it  is  known  that  the  method  of  ptuification  used  by 
Henning  (distillation  in  vacuum)  i'  is  not  effective  in  removing 
traces  of  certain  metals. 

SUMMARY     ' 

The  freezing  point  of  mercury  was  determined,  using  platintmi 
resistance  thermometers. 

A  short  historical  sketch  gives  the  names  of  previous  investi- 
gators, their  methods  of  temperature  measxirement,  and  values 
obtained. 

Nineteen  determinations  were  made  on  three  samples  of  mer- 
cury purified  by  different  methods.  Three  resistance  thermom- 
eters having  resistances  in  melting  ice  of  approximately  2.5,  lo, 
and  25  ohms,  respectively,  were  used.  Resistance  measurements 
were  made  both  Ijy  the  Wheatstone  bridge  method  and  the  poten- 
tiometer method. 

The  result  of  all  the  measurements  gives  —38^.873  for  the 
freezing  temperature.  The  maximum  deviation  of  any  determi- 
nation from  the  mean  is  0*^.005. 

WAsmNGTON,  August  I,  1916. 

1'  Geo.  A.  Hulett  and  Hbward  D.  Minchin.  Phys.  Review,  81,  p.  38S;  1905. 
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